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Abstract

Rising concentrations of atmospheric carbon dioxide are causing acidification of the oceans.
This results in changes to the concentrations of key chemical species such as hydroxide,
carbonate and bicarbonate ions. These changes will affect the distribution of different forms
of trace metals. Using IPCC data for pCO, and pH under four future emissions scenarios (to
the year 2100) we use a chemical speciation model to predict changes in the distribution of
organic and inorganic forms of trace metals. Under a scenario where emissions peak after
the year 2100, predicted free ion Al, Fe, Cu and Pb concentrations increase by factors of up
to approximately 21, 2.4, 1.5 and 2.0 respectively. Concentrations of organically complexed
metal typically have a lower sensitivity to ocean acidification induced changes.
Concentrations of organically-complexed Mn, Cu, Zn and Cd fall by up to 10%, while those
of organically-complexed Fe, Co and Ni rise by up to 14%. Although modest, these changes
may have significance for the biological availability of metals given the close adaptation of

marine microorganisms to their environment.

Introduction

The burning of fossil fuels in the industrial era and the subsequent increase in atmospheric
carbon dioxide (pCO,) have caused an observable pH decline in the surface oceans."
Earth’s oceans are estimated to have been a sink for almost half of the pCO, emissions post
industrialisation* and this trend in pH is expected to continue as anthropogenic emissions

continue and pCO, rises.’

Marine ecosystems and biogeochemical processes are sensitive to these changes because
of the critical role that pH plays in mediating both chemical and physiological processes.
Marine organisms possessing a skeleton of calcium carbonate are particularly sensitive to

pH changes as the skeleton can dissolve when it reacts with free hydrogen ions.® ” These
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changes may also have secondary and tertiary effects on ocean biogeochemistry in terms of
organic matter fluxes and cycling through the water column and on ocean oxygen minima
zones.® Increasing pCO, results in an increase in the total concentration of dissolved
carbonate species. Resulting changes are a decrease in pH and [CO3?] and an increase in
[HCOs] (Fig. 1 shows these projected changes for a scenario where atmospheric carbon

emissions peak after the year 2100).

Trace metals such as Mn, Fe, Co, Ni, Cu and Zn are essential nutrients for biological
functions and the concentration and chemical speciation of these metals may directly
influence the distribution of phytoplankton species in ocean and neritic environments.®"
Biological uptake and utilisation is related to competing chemical interactions, which include
interactions with the organisms themselves. Cell membrane permeability is also affected by
pH."? Hoffmann et al.,"® recognised that further investigation into the influence of ocean
acidification (OA) on trace metal biogeochemistry is necessary, particularly given that pH is a
master variable in chemical and biological processes. Changes to hydrogen ion, carbonate
and hydroxide concentrations will directly affect the speciation of inorganic metal complexes
and changes in hydrogen ion and metal free ion concentrations will affect the speciation of
metal complexes with dissolved organic matter. Evaluation of the magnitude of chemical

speciation responses to OA is necessary to assess the effects on the amount of metal

available for biological uptake.

Millero et al.™

modelled changes to the inorganic speciation of over 25 cationic metal
species, projected to the year 2250 using the pCO, and pH projections of Caldeira and
Wickett®. They also estimated the effect on the organic speciation of Cu by adjusting
conditional stability constants based on organic matter protonation data of Louis et al.”
Under the assumption that increased protonation of organic ligands at lower pH lowered the
concentration of unprotonated ligand binding sites available to complex Cu, they concluded

3
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that there may be a decrease of 25% in the effective concentration of organic ligand sites
available for binding, but emphasised that the estimate was rudimentary and that further
work on organic matter complexation was required. Hirose'® modelled the effect of changes
in pH (but not carbonate species concentrations) on interactions between model organic
ligands and Cu. The study reported that free ion concentrations did not respond to pH
changes due to buffering by organic ligands. Gledhill et al."” investigated OA effects on the
organic speciation of Cu and Fe in estuarine waters. Modelling, using an optimised NICA-
Donnan model, and experimental results indicated that organic complexation of these metals
would decrease and inorganic concentrations increase, as pH decreased. A lower fraction of
metal associated with organic matter does not in itself indicate a changed availability for
biological uptake as the nature of the inorganic species and biotic uptake mechanisms need

to be considered.

Here we evaluate OA induced changes in both organic and inorganic trace metal speciation,
with the aim of examining the potential changes to the concentrations of different forms that
may reflect biological availability (specifically the free ion and organic fractions). We utilise
the chemical speciation modelling code WHAM/Model VI

(http://www.ceh.ac.uk/products/software/wham/), focussing on the biochemically significant

metals as well as others that may exhibit toxic effects at sufficient concentrations (Al, Hg,
Pb). The nature of the model used allows for competitive binding effects among metals, and
among protons and metals, to be considered. The choice of thermodynamic constants and

their influence on predictions is also discussed.

Methods

Source data. Required model inputs include pH and the concentrations of dissolved organic

carbon, trace metals, and major ions (including the carbonate system). We have sought to
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use the most relevant and up to date data available for the required model inputs. For this
work we made some assumptions in order to constrain the scope of the study. We assume
that the binding properties of marine DOC are the same as those of terrestrial material, as
supported by several studies.'®*' We also assume that metal concentrations are constant

over time, the implications of which are addressed in the discussion.

Projections for future pH and atmospheric pCO, values were taken from the most recent
IPPC assessment.” These data are reported for Representative Concentration Pathways
(RCPs) under four different carbon emissions scenarios. The data include a value for 2005
and forward projections to the year 2100. The four scenarios represent approximate peak
emissions as, already peaked (RCP 2.6), peaking 2040 (RCP 4.5), peaking 2080 (RCP 6.0)

and peaking after 2100 (RCP 8.5)."

In order to maintain consistency with typical methods for evaluating the carbonate system in

|22

marine environments, we calculated [COs?] using the CO2SYS model** with the constants

describing the carbonate and sulphate equilibrium with hydrogen ions from Mehrbach et al.?

d’24, 25

as subsequently refitte pH was on the total scale and the total boron concentration

from Uppstrém.?® This approach was recently used by Gledhill et al.,"”

who implemented the
carbonate system into modelling with measured conditional stability constants using Visual

MINTEQ.

Major ion concentrations (Na, Mg, K, Ca, Sr, Cl, SO, and F) were taken from Dickson and
Goyet,” at a salinity of 35%o. Dissolved organic carbon concentration was fixed at 80 uM,
which is a typical value for ocean surface waters between 30°N and 30°S.% % For trace

elements (not Al) we use concentrations reported for the Pacific Ocean.*® Where ranges are
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given we use the mid-point of the range. The values used were, 1.75 nmol L™, 0.26 nmol
L™, 27 pmol L™", 2 nmol L™", 0.9 nmol L™, 0.15 nmol L™, 5.5 pmol L™", 5.25 pmol L™, and 32
pmol L™, for Mn, Fe(lll), Co, Ni, Cu, Zn, Cd, Hg and Pb, respectively For Al (not included in
the above reference) we use 20.5 nmol L™.*" Additional supplementary modelling that

deviates from these conditions is described in the relevant sections of the results and

discussion.

WHAM/Model VII. The model comprises two components, firstly the inorganic speciation
code from WHAM?*? and secondly Humic lon Binding Model VII, described in detail in Tipping

et al.®

Previous work has described applications of the model comparing predictions with
measurements of metal speciation in coastal and estuarine®® and open ocean
environments.*® Tipping et al.*® evaluated over 2000 data points comparing measured
values of chemical speciation to model predictions across freshwater, coastal and estuarine,
and open ocean environments. Agreement for open ocean data was poorer than for coastal,
estuarine, and freshwater environments, particularly for the weaker binding metals.

However, the modelled values do generally follow the trends of the measured data,* and

this is particularly relevant as we are examining trends in this present work.

The Model VIl constants are derived from 38 datasets for proton binding to humic and fulvic
acids (over 8000 data points) and between 3 and 39 binding datasets for each of the metals
covered in this study (an average of 484 data points for each metal, range 13 to 1616). The
model uses a structured formulation of discrete, chemically plausible, binding sites for
protons, to allow the creation of regular arrays of bidentate and tridentate binding sites for
metals. The multidentate sites are required to explain strong binding observed at low
metal:humic ratios. A small number of strong binding sites (‘soft’ ligand elements) are

included, the equilibrium constants for which are related to constants for metal complexation
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with NH;. An important feature of the model is that cations and protons compete for
complexation at all the binding sites. We used the WHAM VIl code to calculate chemical
speciation under the various RCP scenarios, with total concentrations of solution
components, and pH, as inputs (as described above). Concentrations of DOM were based
on dissolved organic carbon (DOC), assuming that DOM comprises 50% carbon and that
65% of it is active with respect to cation binding and can be represented by fulvic acid.*” For
example, for a DOC concentration of 80 pmol L™, this corresponds to a fulvic acid
concentration of 1.25 mg L™ for modelling. The model predictions are those expected if
DOM in natural waters behaves in the same way as extracted soil and freshwater fulvic and
humic acids used in laboratory experiments, taking into account competition effects and
inorganic speciation. DOC quality is not taken into consideration here, however, this is more
likely to vary with depth, rather than spatially in the surface oceans, although more

recalcitrant DOC at depth can be recirculated into surface waters.*®

We use the default WHAM/Model VII database, which includes thermodynamic (AH) data for
a large number of the trace metal chloride and sulfate complexes, however, these data are
largely absent for hydroxide and carbonate complexes. lonic strength is handled using the
default WHAM/Model VII option, the Extended Debye—Hiickel equation. Previous work®
examined the differences in activities derived using this approach and the Pitzer equations.

Differences in the free ion activities calculated using the two methods were within £16%.

Results and Discussion

The chemical speciation behaviour of the ten metals of interest in surface seawater can be
broken down into three distinct groups with respect to chemical speciation. 1) Strongly
(>85%) associated with organic complexes (Fe, Cu, Hg). 2) Weakly (0.5-1%) associated with

organic complexes together with significant complexation with (bi)carbonate (Mn, Ni, Zn,
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Pb). 3) low organic complexation (<0.1%), plus hydroxide dominated (Al), or carbonate
dominated (Co), or chloride speciation dominated (Cd). Table 1 details the fraction of organic
complexation and most prevalent inorganic species for each of these metals, for the year

2005 and for each RCP scenario, the year 2100.

The potential of metals in solution to interact with aquatic organisms can be considered in
terms of binding to organic ligands. This is the case with the widely used biotic ligand model
(BLM), which takes into account metal speciation, including competition, and employs a
specific biological ligand (typically based on a fish gill) as a predictor of metal free ion
interactions with an organism.** More generally, correlations between model predictions of
metal binding to humic acid (using WHAM/Model VI) and the measured total body burden of

freshwater*®

and soil organisms*’ have been demonstrated. In the modelling here we
assume that such relationships also hold for marine organisms. Whilst these different
environments contrast in their relative dominance of diatoms and green algae, there is
evidence to suggest that for some species cellular copper/carbon ratios,*? and trends in
initial copper uptake rates (in exposure experiments)*® are comparable between freshwater
and marine algae, at least for some species, although further comparison work is clearly
desirable. Thus, we consider the measure of organically bound metal to represent a proxy
for organism interactions with dissolved metal, which accounts for increasing proton
competition due to acidification. Nevertheless, organism-metal interactions will also be
closely related to metal free ion concentrations (with the additional consideration of

competition effects), therefore we examine trends in both metal free ion and fulvic acid

bound concentrations (Table 2).

Table 2 details the modelled absolute concentrations of the organic bound metal (mol g™")
and free ion concentrations (mol L™") detailing the relative change from the 2005 ‘baseline’

year 2100 for each RCP scenario. Free ion concentrations (except Cd which is unchanged)

8
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are universally predicted to be higher for all RCP scenarios, and are predicted to rise as a
result of ocean acidification. For RCP 8.5 predicted free ion Al, Fe, Cu and Pb
concentrations increase by factors of approximately 21, 2.4, 1.5 and 2.0 respectively.
Concentrations of organically complexed metal typically have a lower sensitivity to ocean
acidification induced changes. The concentrations of organically-complexed Mn, Cu, Zn and
Cd fall by up to 10%, while organically-complexed Fe, Co and Ni rise by up to 14%. Marine
microorganisms have evolved efficient uptake systems and they take up trace metals close
to the maximum allowed by chemistry and physics.'® Given this behaviour, small changes to
the availability of metals may have significant impacts on organism function. Additionally, the

10. 44 means that falls in the

interdependency between some metals (e.g., Cu and Fe),
availability of one metal and the simultaneous rise in another results in further uncertainty in

predicting organism responses.

Two metals exhibit larger scale changes in the concentration of their organic complexes,
namely Pb where an increase of 43% is predicted for RCP 8.5 and Al, where concentrations
are predicted to increase by a factor of eight under RCP 8.5, albeit from a very low baseline.
For Pb, which is not known to play any biological function, it is unlikely that the magnitude of
this change is sufficient to cause toxic effects in open ocean environments, as experiments
on phytoplankton, which examined the effect of increasing Pb on natural communities from
the Mediterranean and Black Seas and the North East Atlantic Ocean, found that
concentrations had to increase by more than an order of magnitude from typical open ocean
values for toxic effects to be evident.*> Water quality guidelines have been developed for Al
in coastal environments, with a suggested upper threshold some 40 times higher than the
values used in our open ocean modelling.*® However, data relating to the sensitivity of
marine organisms to Al, including solely speciation changes, are scarce, making evaluation
of the changes difficult. There is evidence to suggest that Antarctic diatoms incorporate Al

when cultured with additional dissolved Al, resulting in decreases to dissolution rates and
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solubility of silica,” hence the significant speciation changes predicted here may influence
such processes. The potential for increases in biologically available metals to result in toxic

effects is difficult to determine and is also organism dependent.*®

Fig. 2 shows the trends in selected iron complexes. Fe(lll) is not strongly complexed by
carbonates so the changing speciation over time is largely as a result of the decreasing
hydroxide ligand concentration (53% fall in [OH] over the period 2005 to 2100 under RCP
8.5). This increases the free ion concentration and simultaneously drives concentrations of
the organically complexed metal higher. The increase in competition from the hydrogen ion
is not sufficient to overcome the effects of the increased free ion concentration on predicted
organic complexation. Thus, Fe may become more available as a result, which could have a
positive effect on phytoplankton growth, particularly in Fe depleted regions of the oceans.*
Shi and co-workers®® conducted phytoplankton iron uptake experiments under various pCO,
and pH scenarios relevant to ocean acidification, using EDTA to control inorganic iron
concentrations. They found that growth rates were closely correlated to the inorganic iron,
independent of pH and pCO, differences. Further data demonstrated that uptake rates in the
presence of the siderophore azotochelin were not affected by variations in pH and pCO..
Statistically significant differences in Fe uptake rates were only observed by Shi et al. when
the full experimental pH range was considered (pH 8.4 to 7.8), with uptake rates reported to
be up to 20% lower at the lowest pH compared to the highest, leading the authors to suggest
the possibility of increased Fe stress of phytoplankton populations in some ocean areas as a
result of acidification.® There are clearly challenges in performing experiments over the
moderately small pH range predicted to occur to year 2100 (e.g. a fall of 0.35 pH units from
pH 8.1 for RCP 8.5). However, such experiments are needed, including on natural seawater

samples, to fully evaluate these effects.

10
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Fig. 3 shows the trends for selected Cu complexes. The small increase in the free ion
concentration is not reflected in the organic speciation, due to increased competition at
organic binding sites from protons. Inorganic complexes are dominated by (bi)carbonate
species and changes are driven by decreases in carbonate complexes together with an
increase in the bicarbonate speciation resulting from the increase in the proton
concentration. The prediction of higher Cu free ion is consistent with the estimates of Millero
and co-workers,' who calculated increases in free Cu of between 40 and 190% over the pH
range 8.1 to 7.4 for a range of marine sites where speciation had been measured.
Cyanobacterial reproduction rates have been shown to be negatively affected in the
presence of copper free ion concentrations above pM levels,! levels that are exceeded by
2100 in all RCP scenarios except RCP 2.5. However, with predicted organic complexation of
copper also being reduced, further experimental investigation is required to elucidate the

effects on organisms.

Data from the RCP 2.5, 4.5 and 6.0 scenarios (Tables 1 and 2) demonstrate that effects on
chemical speciation are less pronounced the lower the emissions scenario, although
changes to Al are still significant for the lowest emissions scenario. Conversely, longer scale
projections of Caldiera and Wickett,’ based on an earlier IPCC emission projection, 1S92a,*
show atmospheric CO, peaking at 1900 ppm around the year 2300, with an associated fall in
pH of 0.77 units in the surface ocean, sustained for several centuries. Thus, speciation
changes could potentially be greater further into the future depending upon anthropogenic

carbon emissions.

Organism sensitivity to acidification in the open oceans may be greater than in coastal
environments due to low deviations in the concentrations of DOC.*® Gledhill et al." found
that that for Fe and Cu in estuarine environments the concentration of DOC is more critical

to chemical speciation relative to changes invoked by ocean acidification, and this is

11
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consistent with evidence of the protective effect of dissolved organic carbon on metal

toxicity.>

In order to directly evaluate the effect of ocean acidification of the speciation of trace metals
we excluded the consideration of changes in solubility of solid phase metals species, such
as Fe oxides. Payten et al.** measured the release of metals from a desert dust addition to
filtered seawater. They observed metal release in the sequence
Al>Zn>Fe>Ni,Cu,Pb>>Cd>Co. Thus, colloidal and dust derived metal in the surface ocean,
and higher solubility of acid reactive minerals, may result in higher absolute concentrations
that may additionally have secondary effects on binding of other metals. Gledhill et al."”
modelled the effects of ocean acidification including both the solubility and speciation of
estuarine Fe(lll). Their results indicated a decrease in iron binding by organic matter at lower
pH (7.41 compared to 8.18) and a 3 fold increase in inorganic iron concentration. This
contrasts with the modelling results of Hirose,' who concluded that acidification would
increase the concentration of organically bound iron, largely driven by increased solubility of
iron oxides. Understanding of the behaviour of trace metals in response to elevated pCO,
and lower pH can also be informative in the application of these elements to past climate

reconstruction and understanding of the paleo-record.

Thermodynamic constant selection. Database selection can have significant effects on
the outcome of model predictions. Here we use the WHAM default database, which is based
upon several literature compilations.* For carbonate species the database includes the
following complexes for the divalent metals included in this study (M, excluding Hg), MCO,
and MHCO;", all metals; and M(COs)QZ’, Cu, Cd and Pb. Despite MgHCO,", CaHCO;" and
NaHCO’ being important components of the pool of carbonate species in seawater,”

previous investigations into the effects of pH variation or pCO, induced changes do not

12
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include trace metal MHCOs" species in calculations.™ °® °” Fig. 4 shows the trends in the
complexation of Ni, which is only weakly complexed by organic matter. There is a decrease
in the concentration of the carbonate complex that is mirrored by an almost equal increase in
bicarbonate complexation. This transition of complexation between carbonate species is also
evident in predictions for Mn, Co, Cu, Zn and Pb (Table 1, Fig. 3). Millero et al.," using the
pH and pCO; data of Caldeira and Wickett,® predicted a decrease in inorganic Cu carbonate
complexation from 85 to 76%, Ni from 30 to 16% and Pb from 59 to 40% over the period

2000 to 2100, where bicarbonate complexation was not included in the calculations.

Handling of carbonate complexation. For the modelling presented here we use CO2SYS to
calculate the concentrations of carbonate species. Values for [CO3?7] calculated using the
default constants of WHAM/Model VIl were ~9% of the CO2SYS calculated values. Thus,
using the default model parameters yields calculated metal carbonate and bicarbonate
complex concentrations typically 9 to 38% of those calculated from the CO2SYS scenario.
Exceptions are Pb where the values are ~77%, and polycarbonate metals species
(M(CO3),%"), which are ~1% (7% for Pb) of the values calculated using CO2SYS. Decreased
competition from lower carbonate ligand concentrations results in higher calculated values
for free ion concentrations. For Al, Ca, Mn, Fe, Cu, Cd and Hg, the values are 100-150%; for
Co, Ni and Zn values are 220-440%; and for Pb the values is 870% of the values calculated
using CO2SYS for carbonate speciation. The most significant variations in predicted organic
matter binding occur for Ni, Zn and Pb, where the concentrations are larger by factors of

four, two and eight respectively.

These differences in calculated speciation highlight the variations obtained using different

thermodynamic constants and indicate that further work is required in optimising databases

13
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for accurate predictions. These improvements also need to include the measurement of

trace metal interactions with isolated marine DOM.

Effects of competition. WHAM/Model VIl allows for competition between metals and
protons and among different metals. Modelling each metal in the absence of other metals
can reveal the extent of competitive effects. A previous study examined competition effects
when comparing model prediction with speciation measurements of 330 data for Fe and 53
for Cu.*® This work found that Fe speciation predictions are most sensitive to the
presence/absence of Cu, and vice versa. In the present study, in the absence of competing
metals more Fe is present as organic complexes (>99.93% for all years and RCPs) and the
free ion concentrations are typically 6% of the values in the presence of competing metals.
However, the trend of increasing free ion over time is similar in magnitude to when other
metals are included (i.e., the absolute concentration is lower but the trend on a logarithmic
scale is similar in magnitude). For Cu, organic complex concentrations are ~6% greater in
the absence of competing metals and free ion concentrations are ~54% of the values in the
presence of competing metals. Hirose'® modelled the effect of pH (range 7.5 to 8.5) on the
speciation of marine copper with specific chelating ligands and found no change over the pH
range. However, this did not include the effects of iron competition that will likely be manifest
in natural systems. For metals that tend to exhibit weaker organic matter complexation, the
changes are more subtle, with small increases in the extent of organic matter complexation
(generally less than +1% of the total metal) and very small changes in free ion

concentrations (up to a 6% reduction compared to in the presence of competing metals).

In some areas of the oceans, nutrient metal concentrations can be markedly lower than the
values used in our modelling, including Fe (e.g., up to 10 times lower*®). We ran an
additional model simulation using a value of 20 pmol L™ for Fe (7.7% of the mean value
used for the primary modelling) whilst keeping all other values equal. The resulting changes

14

Page 14 of 31



Page 15 of 31

357
358
359
360
361
362
363

364

365

366
367
368
369
370
371
372

373

374

375

376
377

378

379

380

Environmental Science & Technology

to Cu speciation closely mirrored those predictions in the absence of other metals as
discussed above. For Fe the organically bound fraction is 99.94% for the year 2005 and
99.98% for year 2100 RCP 8.5. The Fe free ion concentrations are lower than would be
predicted solely by the lower total metal concentration. This is a reflection of higher relative
occupancy of organic binding sites under conditions of lower total Fe. Trends in free ion
concentrations, from a lower baseline, are of a similar magnitude to the primary modelling.
The ocean acidification effect on relative biological availability is likely to be similar to that for

the higher metal scenario.

The present study shows that changes to trace metal speciation as a result of acidification of
the open oceans are generally modest. Changes may have significance for the biological
availability of metals given the close adaptation of marine microorganisms to their
environment, for example the requirement of Cu for Fe utilisation. However, the magnitude
of any effects will be constrained by future anthropogenic CO, emissions. Effects are also
likely to differ depending upon location, as those in Fe depleted areas are likely to differ from
other areas. Careful consideration of selection of thermodynamic data is necessary in order

to achieve robust, accurate outcomes, ideally verified by measurements.

Acknowledgements

This work was supported by the University of Leeds (A.S.), National Capability funding to the
Centre for Ecology and Hydrology (E.T., S.L.), and by Nottingham Trent University

(R.J.G.M.).

References

15



381

382

383

384

385

386

387

388

389

390

391

392

393

394

395

396

397

398

399

400

401

402

403

404

405

406

407

Environmental Science & Technology

Stocker, T. F.; Qin, D.; Plattner, G.-K.; Tignor, M. M. B.; Allen, S. K.; Boschung, J.;
Nauels, A.; Xia, Y.; Bex, V.; Midgley, P. M. Eds. Climate Change 2013: The Physical
Science Basis. Contribution of Working Group | to the Fifth Assessment Report of the
Intergovernmental Panel on Climate Change; Cambridge University Press,
Cambridge, United Kingdom., 2013.

Royal Society. Ocean Acidification due to increasing atmospheric carbon dioxide;
Royal Society Policy Document., 2005. [https://royalsociety.org/topics-
policy/publications/2005/ocean-acidification/; accessed 11" June 2015]

Doney, S. C.; Fabry, V. J.; Feely, R. A.; Kleypas, J. A. Ocean acidification: the other
CO, problem. NG 2009, 7, 169-192.

Sabine, C. L.; Feely, R. A.; Gruber, N.; Key, R. M.; Lee, K.; Bullister, J. L.;
Wanninkhof, R.; Wong, C. S.; Wallace, D. W. R.; Tilbrook, B.; Millero, F. J.; Peng, T.
H.; Kozyr, A.; Ono, T.; Rios, A. F. The oceanic sink for anthropogenic CO,. Science
2004, 305 (5682), 367-71.

Caldeira, K.; Wickett, M. E. Oceanography: anthropogenic carbon and ocean pH.
Aatuee 2003, 425, 365.

Kleypas, J. A.; Buddemeier, R. W.; Archer, D.; Gattuso, J. P.; Langdon, C.; Opdyke,
B. N. Geochemical consequences of increased atmospheric carbon dioxide on coral
reefs. Seigdeg 1999, 284 (5411), 118-120.

Wootton, J. T.; Pfister, C. A.; Forester, J. D. Dynamic patterns and ecological impacts
of declining ocean pH in a high-resolution multi-year dataset. Proc. Natl. Acad. Sci.
LSA 2008, 105 (48), 18848—18853.

Hofmann, L. J.; Schellnhuber, H.-J. Oceanic acidification affects marine carbon pump
and triggers extended marine oxygen holes. Proc. Natl. Acad. Sci. USA 2009, 106
(9), 3017-3022.

Bruland, K. W. Complexation of zinc by natural organic ligands in the central North

Pacific. . 1989, 34 (2), 269-285.

16

Page 16 of 31


http://pubs.acs.org/action/showLinks?crossref=10.4319%2Flo.1989.34.2.0269
http://pubs.acs.org/action/showLinks?pmid=21141034&crossref=10.1146%2Fannurev.marine.010908.163834&coi=1%3ACAS%3A280%3ADC%252BC3M%252Fjslymsw%253D%253D
http://pubs.acs.org/action/showLinks?pmid=14508477&crossref=10.1038%2F425365a&coi=1%3ACAS%3A528%3ADC%252BD3sXnsV2ktrs%253D
http://pubs.acs.org/action/showLinks?pmid=19033205&crossref=10.1073%2Fpnas.0810079105&coi=1%3ACAS%3A528%3ADC%252BD1cXhsV2rtL3M
http://pubs.acs.org/action/showLinks?pmid=10102806&crossref=10.1126%2Fscience.284.5411.118&coi=1%3ACAS%3A528%3ADyaK1MXitlCntL4%253D

Page 17 of 31

408
409
410
411
412
413
414
415
416
417
418
419
420
421
422
423
424
425
426
427
428
429
430
431
432
433

434

(11)

(12)

Environmental Science & Technology

Morel, F. M. M.; Milligan, A. J.; Saito, M. A. Chapter 6.05 Marine bioinorganic
chemistry: The role of trace metals in the oceanic cycles of major nutrients. Treatise
on Geochemistry Volume 6, Ed. Elderfield, H.; Elsevier Science., 2003, pp113—-143.
Ellwood, M. J. Zinc and cadmium speciation in subantarctic waters east of New
Zealand. idakminiais. 2004, 87 (1-2), 37-58.

Lavoie, M.; Le Faucheur, S.; Boullemant, A.; Fortin, C; Campbell, P. G. C. The
influence of pH on algal cell membrane permeability and its implications for the
uptake of lipophilic metal complexes. JuRiaal 2012, 48, 293-302.

Hoffmann, L. J.; Breitbarth, E.; Boyd, P. W.; Hunter, K. A. Influence of ocean
warming and acidification on trace metal biogeochemistry. Mar. Ecol. Prog. Ser.
2012, 470, 191-205.

Millero, F. J.; Woosley, R.; DiTrolio, B.; Waters, J. Effect of ocean acidification on the
speciation of metals in seawater. Sy 2009, 22 (4), 72-85.

Louis, Y.; Garnier, C.; Lenoble, V.; Omanovic, D.; Mounier, S.; Pizeta, I.
Characterization and modelling of marine dissolved organic matter interactions with
major and trace cations. | . 2009, 67 (2), 100-107.

Hirose, K. Chemical modeling of marine trace metals: effects of ocean acidification to
marine ecosystem. 2011 Seventh International Conference on Natural Computation.
IEEE 2011, 4, 2023-2026. Doi:10.1109/ICNC.2011.6022426

Gledhill, M.; Achterberg, E. P.; Li, K.; Mohamed, K. N.; Rijkenberg, M. J. A. Influence
of ocean acidification on the complexation of iron and copper by organic ligands in
estuarine waters. Mar. Chem. 2015, 177 (3), 421-433.

Hiemstra, T.; van Riemsdijk, W. H. Biochemical speciation of Fe in ocean water. Mar.
Chem. 2006, 102 (3-4), 181-197.

Sleighter, R. L.; Hatcher, P. G. The application of electrospray ionization coupled to

ultrahigh resolution mass spectrometry for the molecular characterization of natural

organic matter. | . 2007, 42 (5), 559-574.

17


http://pubs.acs.org/action/showLinks?pmid=19135243&crossref=10.1016%2Fj.marenvres.2008.12.002&coi=1%3ACAS%3A528%3ADC%252BD1MXhtlOks7Y%253D
http://pubs.acs.org/action/showLinks?crossref=10.5670%2Foceanog.2009.98
http://pubs.acs.org/action/showLinks?crossref=10.1016%2Fj.marchem.2004.01.005
http://pubs.acs.org/action/showLinks?crossref=10.1111%2Fj.1529-8817.2012.01126.x&coi=1%3ACAS%3A528%3ADC%252BC38XnsFGhsbc%253D
http://pubs.acs.org/action/showLinks?pmid=17474116&crossref=10.1002%2Fjms.1221&coi=1%3ACAS%3A528%3ADC%252BD2sXmtVWrt7s%253D

435

436

437

438

439

440

441

442

443

444

445

446

447

448

449

450

451

453

454

455

456

457

458

459

460

461

(24)

Environmental Science & Technology

Laglera, L. M.; van den Berg, C. M. G. Evidence for geochemical control of iron by
humic substances in seawater. | R 2009, 54 (2), 610-619.

Dittmar, T.; Paeng, J. A heat-induced molecular signature in marine dissolved
organic matter. pisinisaaas. 2009, 2, 175-179.

Pierrot, D.; Lewis, E.; Wallace.; D. W. R. MS Excel Program Developed for CO2
System Calculations. Carbon Dioxide Information Analysis Center. Oak Ridge
National Laboratory, U.S. Department of Energy, Oak Ridge, Tennessee., 2006.
[accessed 5" March 2015]

Mehrbach, C.; Culberson, C. H.; Hawley, J. E.; Pytkowicz, R. M. Measurement of the
apparent dissociation constants of carbonic acid in seawater at atmospheric
pressure. |IIIINNEENEGEEEE. 1973, 78 (6), 897-906.

Dickson, A. G.; Millero, F. J. A comparison of the equilibrium constants for the
dissociation of carbonic acid in seawater media. Deep-Sea Res. A. 1987, 34 (10),
1733-1743.

Dickson, A. G. Standard potential of the reaction: AgCI(s) + 12H2(g) = Ag(s) +
HCl(aq), and the standard acidity constant of the ion HSO4 - in synthetic sea water

from 273.15 to 318.15 K. | NN 1990, 22 (2), 113-127.

Uppstrom, L. R. The boron/chlorinity ratio of deep-sea water from the Pacific Ocean.
I st 1974, 21 (2), 161-162.

Dickson, A. G.; Goyet, C.; Eds. Handbook of methods for the analysis of the various
parameters of the carbon dioxide system in sea water; version 2. US Department of
Energy, ORNL/CDIAC-74., 1994.

Dafner, E. V.; Wangersky, P. J. A brief overview of modern directions in marine DOC
studies Part Il - Recent progress in marine DOC studies. J. Environ. Monit. 2002, 4
(1), 55-69.

Hansell, D. A.; Carlson, G. A.; Repeta, D. J.; Schlitzer, R. Dissolved organic matter in

the ocean. SuE——_N 2009, 22 (4), 202-211.

18

Page 18 of 31


http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0021-9614%2890%2990074-Z&coi=1%3ACAS%3A528%3ADyaK3cXktFWksrY%253D
http://pubs.acs.org/action/showLinks?crossref=10.4319%2Flo.2009.54.2.0610&coi=1%3ACAS%3A528%3ADC%252BD1MXhsVCrtrrP
http://pubs.acs.org/action/showLinks?crossref=10.5670%2Foceanog.2009.109
http://pubs.acs.org/action/showLinks?crossref=10.4319%2Flo.1973.18.6.0897&coi=1%3ACAS%3A528%3ADyaE2cXhtFansLk%253D
http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0011-7471%2874%2990074-6&coi=1%3ACAS%3A528%3ADyaE2cXkvFKiur4%253D
http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0011-7471%2874%2990074-6&coi=1%3ACAS%3A528%3ADyaE2cXkvFKiur4%253D
http://pubs.acs.org/action/showLinks?crossref=10.1038%2Fngeo440&coi=1%3ACAS%3A528%3ADC%252BD1MXisVCgt7s%253D

Page 19 of 31

462
463
464
465
466
467
468
469
470
471
472
473
474
475
476
477
478
479
480
481

482

484
485
486
487
488

489

(31)

(32)

(34)

(40)

Environmental Science & Technology

Donat, J.; Dryden, C. Transition Metals and Heavy Metal Speciation. In Encyclopedia
of Ocean Sciences; Steele, J. H.; Thorpe, S.; Turekian, K.; Eds.; Academic Press:
Oxford, UK 2001; pp 3027-3035.

Chester, R. Marine Geochemistry, 2nd Ed; Blackwell Science: Oxford, Oxfordshire,
UK., 2003.

Tipping, E. WHAM — a chemical equilibrium model and computer code for waters,
sediments and soils incorporating a discrete-site electrostatic model of ion-binding by
humic substances. SN 1994, 20 (6), 973-1023.

Tipping, E.; Lofts, S.; Sonke, J. Humic lon-Binding Model VII: A revised
parameterisation of cation-binding by humic substances. Environ. Chem. 2011, 8 (3),
225-235.

Stockdale, A.; Tipping, E.; Lofts, S. Dissolved trace metal speciation in estuarine and
coastal waters: comparison of WHAM/Model VII predictions with analytical results.
I 2015, 34 (1), 53-63.

Stockdale, A.; Tipping, E.; Hamilton-Taylor, J.; Lofts, S. Trace metals in the open
oceans: speciation modelling based on humic-type ligands. Environ. Chem. 2011, 8,
(3) 304-319.

Tipping, E.; Lofts, S.; Stockdale, A. Metal speciation from stream to open ocean:
modelling v. measurement Environ. Chem. (in press). Doi: 10.1071/EN15111

Tipping, E.; Vincent, C. D.; Lawlor, A. J.; Lofts, S. Metal accumulation by stream
bryophytes, related to chemical speciation. jsinmiiaiisf. 2008, 756 (3), 936—943.
Hansell, D. A.; Carlson, C. A. Marine dissolved organic matter and the carbon cycle.
Oceanography, 2001, 14 (4), 41-49.

Niyogi, S.; Wood, C. M. Biotic Ligand Model, a flexible tool for developing site-
specific water quality guidelines for metals. Environ. Sci. Technol. 2004, 38 (23),
6177-6192.

Stockdale, A.; Tipping, E.; Lofts, W.; Ormerod, S. J.; Clements, W. H.; Blust, R.
Toxicity of proton—-metal mixtures in the field: linking stream macroinvertebrate

19


http://pubs.acs.org/action/showLinks?pmid=18541353&crossref=10.1016%2Fj.envpol.2008.05.010&coi=1%3ACAS%3A528%3ADC%252BD1cXhsVSgtb3J
http://pubs.acs.org/action/showLinks?crossref=10.5670%2Foceanog.2001.05
http://pubs.acs.org/action/showLinks?pmid=25387688&crossref=10.1002%2Fetc.2789
http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0098-3004%2894%2990038-8&coi=1%3ACAS%3A528%3ADyaK2MXhtlyhtrY%253D

490

491

492

493

494

495

496

497

498

499

500

501

502

503

504

505

506

507

508

509

510

511

512

513

514

515

516

(42)

(43)

(44)

(45)

Environmental Science & Technology

species diversity to chemical speciation and bioavailability. Aquat. Toxicol. 2010, 100
(1),112-119.

He, E.; Van Gestel, C. A. M. Delineating the dynamic uptake and toxicity of Ni and
Co mixtures in Enchytraeus crypticus using a WHAM-Frox approach. Chemosphere
2015, 139, 216-222.

Knauer, K.; Behra, R.; Sigg, L. Effects of free Cu** and Zn** ions on growth and metal
accumulation in freshwater algae. | ENENENREHEIBEEEEE. 1997, 16 (2), 220-229.
Quigg, A.; Reinfelder, J. R.; Fisher, N.S. Copper uptake kinetics in diverse marine
phytoplankton. . 2006, 57 (2), 893-899.

Eide, D. J. The molecular biology of metal ion transport in Saccharomyces
cerevisiae. il 1998, 718, 441-469.

Echeveste, P.; Agusti, S.; Torvar-Sanchez, A. Toxic thresholds of cadmium and lead
to oceanic phytoplankton: cell size and ocean basin—dependent effects. Environ.
immnninGiass. 2012, 37 (8), 1887-1894.

Golding, L. A.; Angel, B. M.; Batley, G. E.; Apte, S. C.; Krassoi, R.; Doyle, C. J.
Derivation of a water quality guideline for aluminium in marine waters. Environ.
immnsintiasms. 2015, 34 (1), 141-151.

Van Bennekom, A. J.; Burnaand, A. G. J.; Nolting, R. F. Dissolved aluminium in the
Weddell-Scotia Confluence and effect of Al on the dissolution kinetics of biogenic
silica. idaeninbads 1991, 35, 423-434.

Croot, P. L.; Moffett, J. W.; Luther lll, G. W. Polarographic determination of half-wave
potentials for copper-organic complexes in seawater. ifakniabaas. 1999, 67, 219-232.
Moore J. K.; Doney S. C.; Glover, D. M.; Fung, I. Y. Iron cycling and nutrient-
limitation patterns in surface waters of the World Ocean. Deep. Sea. Res. 11 2002, 49,
463-507.

Shi, D.; Xu, Y.; Hopkinson, B. M.; Morel, F. M. M. Effect of ocean acidification on iron

availability to marine phytoplankton. Sgigieg 2010, 327, 676-679.

20

Page 20 of 31


http://pubs.acs.org/action/showLinks?crossref=10.1016%2FS0304-4203%2899%2900054-7&coi=1%3ACAS%3A528%3ADyaK1MXotVCqtbs%253D
http://pubs.acs.org/action/showLinks?crossref=10.4319%2Flo.2006.51.2.0893&coi=1%3ACAS%3A528%3ADC%252BD28XjsVOktLk%253D
http://pubs.acs.org/action/showLinks?pmid=9706232&crossref=10.1146%2Fannurev.nutr.18.1.441&coi=1%3ACAS%3A528%3ADyaK1cXkvVWgtL8%253D
http://pubs.acs.org/action/showLinks?pmid=25318392&crossref=10.1002%2Fetc.2771&coi=1%3ACAS%3A528%3ADC%252BC2cXitFaqtLfM
http://pubs.acs.org/action/showLinks?crossref=10.1897%2F1551-5028%281997%29016%3C0220%3AEOFCAZ%3E2.3.CO%3B2&coi=1%3ACAS%3A528%3ADyaK2sXhsFahsbw%253D
http://pubs.acs.org/action/showLinks?pmid=22619131&crossref=10.1002%2Fetc.1893&coi=1%3ACAS%3A528%3ADC%252BC38Xhs1Grs7rE
http://pubs.acs.org/action/showLinks?crossref=10.1016%2FS0304-4203%2809%2990034-2&coi=1%3ACAS%3A528%3ADyaK38XhtFejtbY%253D
http://pubs.acs.org/action/showLinks?pmid=20075213&crossref=10.1126%2Fscience.1183517&coi=1%3ACAS%3A528%3ADC%252BC3cXhtlyiu70%253D

Page 21 of 31

517
518
519
520
521
522
523
524
525
526
527
528
529
530
531
532
533
534

535

(53)

(54)

Environmental Science & Technology

Brand, L. E.; Sunda, W. G.; Guillard, R. R. L. Reduction of marine phytoplankton
reproduction rates by copper and cadmium. | . 1986, 96, 225-
250.

Houghton J. T.; Ding, Y.; Griggs, D. J.; Noguer, M.; van der Linden, P. J.; Dai, X;;
Maskell, K.; Johnson, C. A. Eds. Climate Change 2001: The Scientific Basis.
Contribution of Working Group | to the Third Assessment Report of the IPCC;
Cambridge Univ. Press, Cambridge., 2001.

Arnold, W. Effects of dissolved organic carbon on copper toxicity: implications for
saltwater copper criteria. _ 2005, 7 (1), 34-39.

Paytan, A.; Mackey, K. R. M.; Chen, Y.; Lima, I. D.; Doney, S. C.; Mahowald, N.;
Labiosa, R.; Postf, A. F. Toxicity of atmospheric aerosols on marine phytoplankton.
Proc. Natl. Acad. Sci. USA 2012, 106 (12), 4601-4605.

Sadiq, M. Toxic metal chemistry in marine environments. Marcel Dekker Inc, New
York., 1992.

Byrne, R. H.; Kump, L. R.; Cantrell, K. J. The influence of temperature and pH on
trace metal speciation in seawater. isininbai 1988, 25, 163-181.

Byrne, R. H. Inorganic speciation of dissolved elements in seawater: The influence of

pH on concentration ratios. |- 2002, 3, 11-16.

21


http://pubs.acs.org/action/showLinks?crossref=10.1186%2F1467-4866-3-11
http://pubs.acs.org/action/showLinks?pmid=16637145&crossref=10.1897%2FIEAM_2004a-002b.1&coi=1%3ACAS%3A528%3ADC%252BD2MXivVCmt70%253D
http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0304-4203%2888%2990062-X&coi=1%3ACAS%3A528%3ADyaL1MXhtlWqtg%253D%253D
http://pubs.acs.org/action/showLinks?crossref=10.1016%2F0022-0981%2886%2990205-4&coi=1%3ACAS%3A528%3ADyaL28XktlOjtb0%253D

Environmental Science & Technology

Page 22 of 31

536 Tables
537 Table 1. Distributions of dominant inorganic species and the organic speciation of trace
538 metals (percent of total metal). Data are shown for the 2005 ‘baseline’ year and for 2100 for
539 the four RCP scenarios.
2005 2100
RCP/Year -
Baseline RCP 2.6 RCP 4.5 RCP 6.0 RCP 8.5
Al — Inorg. AI(OH)s~ (99.95%)  AI(OH)s~ (99.94%)  AI(OH)s~ (99.90%)  Al(OH)s (99.85%)  Al(OH)s (99.69%)
Al - Org. 0.008% 0.011% 0.018% 0.031% 0.075%
Mn — Inorg. Mn“* (45%) Mn** (46%) Mn“* (46%) Mn*" (47%) Mn** (48%)
MnCI" (24%) MnCI" (24%) MnCI" (24%) MnCI" (24%) MnCI" (25%)
MnCO3 (13%) MnCO3 (12%) MnHCO3" (11%) MnHCO3" (12%) MnHCO;" (13%)
MnHCO;" (10%) MnHCO;" (11%) MnCO3 (11%) MnCO3 (10%) MnCO3 (7%)
MnSOs4 (6%) MnSO4 (7%) MnSOs (7%) MnSO4 (7%) MnSO4 (7%)
Mn — Org. 0.6% 0.6% 0.6% 0.6% 0.6%
Fe(lll) - Inorg. Fe(OH)s (0.95%)  Fe(OH)s (0.80%)  Fe(OH)s (0.57%)  Fe(OH)s (0.40%)  Fe(OH)s (0.23%)
Fe(OH)2 (0.20%)  Fe(OH)2 (0.19%)  Fe(OH), (0.16%)  Fe(OH)2 (0.14%)  Fe(OH)z (0.11%)
Fe(lll) - Org. 98.8% 98.9% 99.2% 99.4% 99.7%
Co - Inorg. CoCOs (46%) CoCOs (44%) CoCOs (40%) CoHCOs" (39%) CoHCOs" (43%)
CoHCO3" (31%) CoHCO3" (32%) CoHCO3" (36%) CoCO3 (36%) CoCO; (30%)
Co*" (15%) Co* (16%) Co* (16%) Co*" (17%) Co*" (19%)
Co - Org. 0.021% 0.021% 0.022% 0.022% 0.023%
Ni — Inorg. NiCO3 (53%) NiCO; (51%) NiCO3 (47%) NiCO; (43%) NiHCO3" (45%)
NiHCO3" (31%) NiHCO;" (33%) NiHCO;" (36%) NiHCO3" (40%) NiCOs (36%)
Ni** (10%) Ni“* (10%) Ni“* (11%) Ni** (11%) Ni** (13%)
Ni — Org. 0.8% 0.9% 0.9% 0.9% 0.9%
Cu - Inorg. CuHCO;" (4.8%)  CuHCO; (5.2%)  CuHCO; (6.1%)  CuHCO3 (6.9%)  CuHCO;" (8.3%)
CuCOj3 (4.8%) CuCOs3 (4.7%) CuCOs3 (4.5%) CuCOs3 (4.3%) CuCOs3 (3.8%)
Cu - Org. 89.1% 88.9% 88.3% 87.9% 87.2%
Zn — Inorg. ZnHCO3" (43%) ZnHCO3" (44%) ZnHCO3" (47%) ZnHCO3" (48%) ZnHCO3" (50%)
Zn** (27%) Zn** (27%) Zn** (26%) Zn** (27%) Zn** (27%)
ZnCO3 (14%) ZnCO; (13%) ZnCO; (11%) ZnCO3 (10%) ZnCl" (8%)
ZnCl" (8%) ZnCl" (8%) ZnCl" (8%) ZnCl" (8%) ZnCO;3 (7%)
ZnS0, (6%) ZnS0, (6%) ZnS0, (6%) ZnS0, (6%) ZnS0, (6%)
Zn - Org. 0.75% 0.74% 0.72% 0.70% 0.67%
Cd — Inorg. CdCI" (53%) CdCI" (53%) CdClI" (53%) CdCI" (53%) CdCI" (53%)
CdCly (40%) CdCl, (40%) CdCl, (40%) CdCly (40%) CdCly (40%)
Cd*" (4%) Cd** (4%) Cd** (4%) Cd** (4%) Cd** (4%)
Cd - Org. 0.052% 0.051% 0.050% 0.049% 0.048%
Hg — Inorg. HgCL?™ (7x10° %) HgCl,®™ (8x10° %) HgCL®™ (10°%)  HgCL®™ (10° %) HgCL®™ (2x10°° %)
Hg - Org. 100% 100% 100% 100% 100%
Pb — Inorg. PbCO;3 (72%) PbCO;3 (73%) PbCO;3 (74%) PbCO;3 (76%) PbCO;3 (77%)
Pb(COs),> (23%)  Pb(COs).> (21%)  Pb(COs),> (19%)  Pb(COs)> (17%)  Pb(COs)> (13%)
Pb — Org. 0.72% 0.75% 0.80% 0.87% 1.03%
540
541
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Table 2. WHAM/Model VIl calculated metal free ion and organically bound concentrations

(moles per gram of organic matter) for the years 2005 and 2100 for the four RCP scenarios,

including the percentage change from the 2005 baseline (nc denotes no change).

2005

‘baseline’

RCP 2.5

RCP 4.5

RCP 6.0

RCP 8.5

Organically bound metal/H* (nmol g‘1 unless otherwise stated)

H (mmol g™") 1.39

Al 1.36
Mn 8.67
Fe 205
Co (pmol g™") 4.51

Ni 1.33
Cu 642

Zn 0.90
Cd (pmol g ™) 2.28
Hg 4.20
Pb 0.18
Free ion concentration (mol L’1)
Al 42x107"°
Mn 79x107"°
Fe 53 x 10722
Co 4.2 x 102
Ni 20x 107"
Cu 87x10"
Zn 41 %10
cd 24x107"
Hg 2.1 x 1073
Pb 1.7x107"

1.40 (+1%)
1.77 (+31%)
8.64 (-0.3%)
206 (+0.2%)
4.60 (+2%)

1.36 (+3%)
640 (-0.2%)

0.89 (-1%)

2.26 (-1%)

4.20 (nc)

0.19 (+5%)
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12.2 (+802%)
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549  Figure 1. Trends in pH, pCO, and associated chemical species under RCP 8.5. The left
550 panel shows pH and pCO, data as reported by IPCC." The right panel shown the
551  corresponding changes to OH", bicarbonate and carbonate concentrations calculated using
552 CO2SYS¥ with a temperature of 10°C and salinity of 35 (see Methods section for the
553  selection of stability constants).

554
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556  Figure 2. Trends in the speciation of Fe(lll) until year 2100 under the four RCP scenarios as
557  predicted by WHAM/Model VII. The top panel shows the three most prevalent iron species
558  with the bottom panel showing the free ion concentration trends.
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Figure 3. Trends in the speciation of Cu until year 2100 under the four RCP scenarios as

predicted by WHAM/Model VII. The top panel shows the three most prevalent copper

species with the bottom panel showing the free ion concentration trends.
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566  Figure 4. Trends in the modelled speciation of selected Ni species until year 2100 under the

567  four RCP scenarios as predicted by WHAM/Model VII.
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Figure 1. Trends in pH, pCO, and associated chemical species under RCP 8.5. The left panel shows pH and
pCO, data as reported by IPCC.! The right panel shown the corresponding changes to OH™, bicarbonate and
carbonate concentrations calculated using CO2SYS3” with a temperature of 10°C and salinity of 35 (see

Methods section for the selection of stability constants).
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Figure 2. Trends in the speciation of Fe(III) until year 2100 under the four RCP scenarios as predicted by
WHAM/Model VII. The top panel shows the three most prevalent iron species with the bottom panel showing
the free ion concentration trends.
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Figure 3. Trends in the speciation of Cu until year 2100 under the four RCP scenarios as predicted by
WHAM/Model VII. The top panel shows the three most prevalent copper species with the bottom panel

showing the free ion concentration trends.
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Figure 4. Trends in the modelled speciation of selected Ni species until year 2100 under the four RCP
scenarios as predicted by WHAM/Model VII.
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