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Modeling the dynamics of metabolism in montane streams using
continuous dissolved oxygen measurements
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[1] We inferred in-stream ecosystem processes in terms of photosynthetic productivity (P),
system respiration (R), and reaeration capacity (RC) from a five parameter numerical
oxygen mass balance model driven by radiation, stream and air temperature, and stream
depth. This was calibrated to high-resolution (15 min), long-term (2.5 years) dissolved
oxygen (DO) time series for moorland and forest reaches of a third-order montane stream in
Scotland. The model was multicriteria calibrated to continuous 24 h periods within the time
series to identify behavioral simulations representative of ecosystem functioning. Results
were evaluated using a seasonal regional sensitivity analysis and a colinearity index for
parameter sensitivity. This showed that >95 % of the behavioral models for the moorland
and forest sites were identifiable and able to infer in-stream processes from the DO time
series for around 40% and 32% of the time period, respectively. Monthly P/R ratios <1
indicate a heterotrophic system with both sites exhibiting similar temporal patterns; with a
maximum in February and a second peak during summer months. However, the estimated
net ecosystem productivity suggests that the moorland reach without riparian tree cover is
likely to be a much larger source of carbon to the atmosphere (122 mmol Cm 2 d ")
compared to the forested reach (64 mmol C m > d~"). We conclude that such process-based
oxygen mass balance models may be transferable tools for investigating other systems;
specifically, well-oxygenated upland channels with high hydraulic roughness and lacking

reaeration measurements.
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1. Introduction

[2] The metabolism of aquatic ecosystems is a first-order
control on the carbon cycle of streams. Understanding of
the factors which regulate the dynamics of in-stream me-
tabolism is a prerequisite to assessing ecosystem function
[Williamson et al., 2008]. Most studies show that terrestrial
freshwaters (lakes and rivers) are heterotrophic systems
that act as sources of carbon to the atmosphere [Aufden-
kampe et al., 2011]. However, photosynthetic production
and system respiration need to be quantitatively assessed to
estimate the current metabolic characteristics of different
types of streams and to project potential regional climate
change implications and possible mitigation measures
[Cole et al., 2007]. In small steep headwater streams, the
benthos—i.e. the community of organisms living in, on or
near the streambed—has a much greater biomass than the
water column and benthic photosynthesis and respiration
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usually dominate in-stream metabolism. However, the spa-
tial and temporal variations in these processes are usually
poorly understood.

[3] Several methods have been developed to estimate in-
stream metabolism using in situ measurement of dissolved
oxygen (DO) changes (see Bott [2006] and review by
Staehr et al. [2012]). In this study, we focus on mass bal-
ance modeling in conjunction with high-resolution, longer-
term DO data as a basis for estimating community photo-
synthesis (P) and respiration (R) from simulation of diurnal
DO dynamics. Since the first approach to determining
stream metabolism proposed by Odum [1956] was pub-
lished, technical progress in computing power and reliable
continuous monitoring equipment (such as stable optic DO
sensors) allows relatively simple numeric analysis of high-
frequency, long-term data at multiple spatial scales
[Malcolm et al., 2006; Roberts et al., 2007]. Numerical
models that analyze continuous long-term DO data to
assess ecosystem processes have recently become freely
available, e.g., the EXCEL-based program RIVERMET by
Izagirre et al. [2007] and a similar model applied to the
lagoon of Venice by Ciavatta et al. [2008]. Both
approaches use the night-time regression method of Kelly
et al. [1974] to estimate reaeration capacity (RC) and R
from measured DO and then calibrate photosynthesis
parameters to estimate P. The latter method has the advant-
age of reducing the number of model parameters which
are directly derived from measured data and hence also
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Figure 1.

(a) The moorland and (b) the forest study reaches under summer low flow conditions with

approximate equipment location indicating the main difference in riparian vegetation in the upland Gir-

nock catchment in Scotland.

reducing the associated uncertainty. However, the approach
needs further testing in upland rivers.

[4] Common and often serious limitations of modeling
approaches using inverse calibration of model parameters
to fit observed data are the selection of appropriate model
structures and the identifiability of model parameters both
of which can lead to the propagation of uncertainty [Beven,
2012]. Even though numerical oxygen mass balance mod-
els are less sensitive to measurement noise and are less con-
strained by the exacting assumptions often needed with
analytical approaches [e.g., Kelly et al., 1974 ; Valino et al.,
2005], models that are too simple may not adequately rep-
resent the dominant processes influencing metabolism
dynamics. In contrast, overparameterized models may lead
to errors in predictions and results that are equifinal [Beven,
2012]. This has been shown for oxygen mass balance mod-
els, where increasing complexity at the expense of
increased parameterization (e.g., in the case of incorpora-
tion of a nonlinear light saturation productivity term) did
not necessarily lead to improved performance over linear
light-productivity formulations [Hanson et al., 2008].
These problems can be partly addressed using a flexible,
yet process-based modeling approach, where the model
structure solely depends on the information content of the
data. In terms of in-stream metabolism, empirical observa-
tions of sinusoidal or nonideal diurnal oxygen dynamics

can be used to evaluate model performance. Applications
of simple mass balance models can thus be considered as
“behavioral,” or a successful representation of the in-
stream processes of photosynthesis and respiration, if diur-
nal oxygen dynamics can be simulated accurately. The
challenge here is to select and retain behavioral models
based on posterior analysis such as, parameter sensitivity
analysis or direct scrutiny while calibrating the model [e.g.,
Hornberger and Spear, 1981]. Alternatively, Holtgrieve et
al. [2010] presented a Bayesian approach of oxygen mass
balance modeling with explicit uncertainty analysis. There-
fore, any deviation from behavioral models may be taken
as indicative of other processes affecting the oxygen bal-
ance. These might include hydrological influence such as
flood events (which increase water depth and decrease
clarity through associated increases in turbidity and dis-
solved organic carbon (DOC), thus decreasing radiation
inputs to the stream bed), ground and soil water inflows,
hyporheic exchange flows, radiation variability, and anthro-
pogenic influence which may disturb the diurnal oxygen
pattern and cause the model to fail [Demars et al., 2011a;
Uehlinger et al., 2000]. There is also considerable uncer-
tainty as to the seasonal and event-based changes in the
benthic biomass, as well as the role of organisms in the
hyporheic zone and how they influence stream metabolism
reflected in DO curves [Marmonier et al., 2012].
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Figure 2.

Mean daily hydrological (discharge Q, log scale), meteorological (incoming short-wave radi-

ation I, log scale) and dissolved oxygen (DO) data for the moorland and forest reaches of the Girnock
Burn. Note that the discharge data are given for the forest site only to improve visualization.

[5] In this article, we build on previous work from the
intensively studied upland stream, the Girnock Burn, in the
Cairngorm Mountains in Scotland. The Girnock has been
the focus of population studies of Atlantic salmon (Salmo
salar) since the mid-1960s, and recent interdisciplinary
research has explored numerous aspects of the ecology,
biogeochemistry, and hydrology of the stream [e.g., Moir
et al., 2002; Malcolm et al., 2005; Tetzlaff et al., 2007,
Birkel et al., 2011; Imholt et al., 2012]. However, a major
gap in the Girnock research is the lack of any assessment of
in-stream metabolism. The upper catchment is unforested
moorland, while in the lower catchment, the stream is
fringed by broadleaved deciduous woodland. Previous
work has shown that the riparian woodland has a marked
effect on the stream energy balance and temperatures
[Hannah et al., 2008]. Given the dominance of incoming
short-wave radiation and allochthonous inputs in driving
photosynthesis, it is hypothesized that the forest and moor-
land reaches of the river will have very different metabo-
lism dynamics. To this end, it provided an opportunity to
develop an appropriate modeling approach that could
estimate the key components of stream metabolism. The
specific objectives of the study were:

[6] 1. To develop a parsimonious yet flexible and time-
variable mass balance modeling approach to estimate
stream metabolic process dynamics (P and R). This would
use long-term, high-resolution simulation of DO measure-
ments in two distinct reaches of an upland stream charac-
terized by high channel roughness and no reaeration
measurements available. Emphasis is put on the identifi-

ability of model parameters specifically for the case of si-
multaneous calibration of reaeration, P and R, and
subsequent identification of behavioral simulations.

[7] 2. To assess the temporal (seasonal to annual) vari-
ability of controls on stream metabolism and the differen-
ces between forest and moorland reaches of the same river.

[8] 3. To explore influences—specifically riparian vege-
tation—on the simulated dynamics of community P and R
by direct comparison of stream reaches.

2. Study Area and Data

[¢9] The physical characteristics of the Girnock catch-
ment (Figure 1) are described in detail elsewhere [e.g., Tet-
zlaff et al., 2007]. Briefly, the Girnock has many typical
characteristics of catchments in the Scottish Highlands; it
is dominated by heather moorland (Calluna spp) vegeta-
tion, granitic bedrock, and has wide valley bottom areas
with typically saturated peaty soils, overlying low perme-
ability glacial drift. In the lower catchment, riparian soils
are more alluvial and support riparian forest dominated by
Alder (Alnus glutinosa) [Malcolm et al., 2008; Imholt et
al., 2012]. Average water balance components for the
catchment approximate to 1000 mm/yr precipitation, 400
mm/yr evapotranspiration, and 600 mm/yr runoff. Dis-
charge is measured by the Scottish Environment Protection
Agency (SEPA) in a naturally rated section of the lower
river (Figure 1). At this point, the Girnock is a third-order
stream and exhibits a flashy hydrograph (see Figure 2)
mainly due to near-surface runoff generation processes
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Table 1. Stream Reach Characteristics and Summary Statistics of Environmental Variables at the Moorland and Forest Sites of the Gir-

nock Experimental Catchment

Variable Unit Min Mean Max CcvV
Moorland Channel width (w) m / 9 / /
Elevation (E) m.a.s.l. / 310 / /

Discharge (Q) for catchment area of 25 km? m’s! 0.026 0.57 20.9 1.56

Stream velocity (v) ms! 0.014 0.11 1.74 0.93

Stream depth (h) m 0.17 0.36 1.12 0.30

Dissolved oxygen (DO) mgl™! 2.77 11.27 15.67 0.13

Stream temperature (T) °C 0 7.05 27.8 0.77

Radiation (I) Wm 2 0 111 1266 1.84
Forest Channel width (w) m / 9 / /
Elevation (E) m.a.s.l. / 250 / /

Discharge (Q) for catchment area of 31 km? m’s! 0.026 0.62 20.9 1.57

Stream velocity (v) ms! 0.016 0.14 1.99 0.93

Stream depth (h) m 0.18 0.40 1.19 0.30

Dissolved oxygen (DO) mgl™! 8.28 12.12 15.59 0.15

Stream temperature (T) °C 0 7.07 20.6 0.72

Radiation (I) Wm 2 0 25.7 510 1.84

quickly contributing water from the riparian saturation
areas to the stream [Birkel et al., 2010, 2011]. Due to the
glacial history of the landscape, the river valley is relatively
wide, shallow, and gently sloping (average gradient 0.0092
m m~'). Given the geology and landuse, the Girnock is a
nutrient-limited system: weekly sampling campaigns have
revealed mean annual nitrate concentrations at 0.18 mg 17"
and standard deviation of 0.1 mg 1™" [Smart et al., 2001].
Phosphate concentrations were always below detection
limit throughout the sampling campaign. However, an
autumn nitrate pulse and episodic flushing of organic soil
material and feces [Tetzlaff et al., 2010] from relatively
high densities of grazing deer (21 animals per km? accord-
ing to Thomson et al. [2006]) during storm events can
enhance nutrient availability to ecosystem metabolism.

[10] The two stream reaches investigated have been
intensively studied mainly in relation to fish population dy-
namics. Atlantic salmon spawning activities can occur in
both reaches and stream, and hyporheic oxygen levels have
been monitored to assess their influence on egg survival
[e.g., Moir et al., 2002 ; Malcolm et al., 2005]. Both stream
reaches are instrumented with meteorological stations
(Campbell Scientific) observing air temperature (AT), hu-
midity (H), incoming short-wave radiation (I), net radiation
(NR), and precipitation for hydroclimate [Hannah et al.,
2008]. In addition, Aandera 3830 optodes have been in-
stalled to measure stream temperature (T) and DO at a 15
min time step (Figures 1 and 2). The optodes were
calibrated in the laboratory and precisions determined at
*0.1 °C and =1% DO and then deployed on the streambed
[Malcolm et al., 2006].

[11] The main differences between the study reaches are
dominated by the riparian vegetation cover for the open
moorland site and a 2 km length of channel downstream
which is under forest canopy (see photos in Figure 1, Table
1). The shading effect of the riparian forest is clearly
evident in significantly reduced incoming short-wave radia-
tion (Figure 2), which also exerts a cooling effect on stream
temperatures specifically during summer (Figure 3).
In-stream plant surveys showed extensive algae, biofilms,
and macrophyte growth at both sites. However, the main
macrophytes such as Bog Pondweed (Potamogeton
polygonifolius Pourr.), Lesser Spearwort (R. Flammula L.),

Jointed Rush (Juncus articulates L.), and Floating Sweet
Grass (Glyceria fluitans L.) were only found at the moor-
land reach during summer. The shading of riparian forest
cover seems to prevent macrophyte growth during summer,
which was only observed at the forest reach early in spring
(February/March) before leave development. Hydraulic
conductivities of the coarse-grained gravel (Dso=43.4 mm)
streambed sediment (low fine sediment content, <12%)
forming the hyporheic zones of both reaches were esti-
mated to range between 1 x 107> and 6 x 107 m s!
typically decreasing with depth [Malcolm et al., 2011].
The coarse nature of the stream bed ensure that hydraulic
roughness is high and turbulence is high in local steep sec-
tions facilitating reaeration at all flows. Additionally,
there is a weir at a fish trap, which has a hydraulic drop of
around 2 m and is located about 300 m upstream from the
forest measurement site.

Figure 3. Stream temperature percentage time exceed-
ance curves for the moorland and forest study reaches,
respectively.
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3. Modeling Approach

[12] We used a numerical oxygen mass balance model to
simultaneously infer in-stream metabolic processes (P, R)
and RC by calibrating to the measured diurnal DO curves
captured by the high-resolution, long-term data [Ciavatta et
al., 2008 ; Holtgrieve et al., 2010]:

dDO RC+P—R 0
o h

[13] The model uses air temperature time series (°C),
stream temperature time series (°C), incoming short-wave
radiation time series (W m™2), sea level air pressure (Ppq)
time series (kPa), and mean stream depth (h in m) as input
data. The modeling procedure is relatively simple, yet con-
sistent with the data available and can be summarized by
the following steps. We explain data preprocessing and
postprocessing as well as the model component functions
(P, R, and RC) substituted into equation (1) to estimate
whole-stream metabolism.

3.1.

[14] 1. To ensure adequate data quality control, all time
series were visually screened to detect outliers, identify
periods of potential sensor drift, and establish the occur-
rence of data gaps (missing values lead to removal of com-
plete 24 h periods).

[15] 2. The hydraulic relationships for each study site were
also established as part of the preprocessing using a discharge
rating-curve (least-squares best-fit for a =0.22 and b=0.72)
derived from manual flow gauging (n=289). This related
cross-sectional width (w in m), channel flow velocity (v in
m s~ "), and depth (h) to discharge (Q inm’ s '):

Data Preprocessing

Vn = aQb (2)
h= (v%) 3)

[16] 3. DO time series were also preprocessed: this
involved the conversion (equation (4)) of measured dis-
solved oxygen saturation in % (Os,) into concentrations
(DOgys in mg 17") via the expected oxygen solubility O,
based on air (AT) and stream (T) temperature and
altitudinal-adjusted air pressure (Pg) similar to the proce-
dure described by Demars et al., [2011a]:

o (OSat Os)
DOy = 100 (4)
_ Oitm (PE B V) (5)
T (101.325 — 1)

where Oy is the expected oxygen solubility (mg 171), ¥ is
the saturation water vapor pressure (kPa), O*™ the oxygen
solubility under normal pressure (mg 17 '), and Py the alti-
tudinally corrected pressure (kPa).

Pg = Png ei(%) ) (6)

where P is the pressure at mean sea level (kPa),
2=9.806 (m s 2), m is the molecular mass of dry

air (kg mol™"), and k is the Boltzmann constant
J K.

V = 0.000054T° 4 0.00147> + 0.04734T + 0.6089  (7)

O™ — —0.00008T° + 0.008T> — 0.404T + 14.609  (8)

[17] The 15 min raw data were then aggregated to hourly
time steps to smooth out short-term measurement noise.

3.2. Model Component Functions

[18] Relevant in-stream ecosystem metabolic processes
were conceptualized in the oxygen mass balance model of
equation (1) as follows:

[19] 1. RC—The RC term refers to the net flux of oxygen
across the water/atmosphere boundary. Due to the lack of
direct oxygen solubility measurements (undertaking tracer
gas experiments at different flow conditions were con-
strained by the remoteness of the site and health and safety
issues) and the uncertainties surrounding empirical reaeration
equations [e.g., Genereux and Hemond, 1992], we adopted
the reaeration coefficient , (h™") as a calibrated model pa-
rameter depending on the oxygen deficit D = DOgy — DOy
per hourly time step (similar to Holtgrieve et al. [2010]).
The sign of D (positive = oxygen deficit, negative = oxygen
super-saturation) usually indicates the direction of oxygen
flux from or to the atmosphere. However, we allowed nega-
tive k, values for calibration (Table 2). First, we allowed this
as a test for the model to consistently select the most plausi-
ble parameter combination in terms of ecosystem processes.
Second, negative k, values could represent frequently
observed diurnal oxygen curves during times (winter) the
stream was super-saturated with oxygen as a result of the
weir creating high turbulence upstream of the Forest site.
The reaeration model function RC for use in the mass bal-
ance model of equation (1) is given here:

RC = k,T(D) )

with
kaT = k8772 (10)
where 6 was set to 1.0241 [Elmore and West, 1961].

[20] 2. Respiration (R)—The temperature corrected com-
munity respiration for the in-stream ecosystem is estimated
using equation (11) originally proposed by Parkhurst and
Gulliver [1998]:

R = (Ry + BT (11)

[21] This nonlinear function accounts for photo-
respiration during the day-time (parameter ( relates the
amount of light received to the respiration rate) as well as
night-time respiration (standard total dark community res-
piration rate parameter R,, at 20 °C). The effect of photo-
respiration and varying stream depth (equation (11) substi-
tuted into equation (1)) on ecosystem respiration (ER) is
shown in Figure 4 (increasing photo-respiration increases
respiration rates at constant depths, but with greater stream
depth the activation threshold of respiration also increases).
Setting /3 to 0 implies no photo-respiration (the term [/ is
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Table 2. Model Performance (SSE), Initial Parameter Ranges Used for Optimization and Overall 10th and 90th Percentiles of Posterior

Parameter Ranges for the Moorland and the Forest Site (in Italics)

Posterior 10th and 90th

Parameters Units Initial Parameter Ranges Parameter Percentiles
ke, h! [—10, 10] [0.01, 0.90]
[—0.52,0.79]
Ry mgO,1 'h! [0, 2] [4x107%, 0.71]
[1.4x107"7 0.19]
3 mgO, W 'h! [0, 1] [1.9%107°, 0.007]
[1.2x107% 0.025]
D1 (mgO, W 'hH! [0, 5000] [2.2x107%,1973]
[1.4x107°, 943]
D> (mg O, 1""h ™ H! [0, 50] [0.04, 31.5]
0.0015, 28.8]
SSE mg 1! [0.04, 0.41]
[0.05, 0.84]
Number of accepted models 24 h periods 769 305 (40%)
760 243 (32%)

dropped) and equation (11) defaults to only one parameter
(Ra).

[22] 3. Photosynthetic production (P)—was conceptual-
ized in a similar way to Uehlinger et al. [2000] allowing
for a switch between a linear (parameter p;) and nonlinear
light-saturation (parameter p,) radiation-production rela-
tionship (equation (12) for use in equation (1)):

1

= 12
p1+pal (12)
[23] Figure 4 demonstrates radiation-production relation-

ships for different parameterizations and the influence of

stream depth. P decreases with increasing stream depth due

to decreased light penetration. If p, becomes zero, equation
(12) defaults to only one parameter (p;) similar to equation
(11) simulating R (term p,/ is dropped). This might be via-
ble in an energy-limited environment like Scotland where
light saturation (represented by p,) is potentially unlikely
to be reached.

[24] Equation (1) is numerically solved for hourly time
steps using a fourth-order Runge-Kutta integration scheme
for numerical stability. The first observed oxygen concen-
tration value at time 00:00 was assigned as starting value
and excluded from evaluation. The mass balance C code
was implemented into a script using the open source R lan-
guage [R Core Development Team, 2010]. The integration
of simulated j hourly P, R, and RC rates results in daily

Figure 4. Simulated respiration response from equation (11) across the whole range of the respiration
rate parameter R,y and observed temperatures is shown. The dependence of respiration activity to stream
depth (h in meters) and influence of photo-respiration as indicated by parameter § are also shown.
Please, note the negative sign for the respiration process visualizing oxygen consumption as opposed to
oxygen production. The production-radiation relationship simulated with equation (12) is given for dif-
ferent parameter values showing effects of potential light saturation (for large p, and p,), linear depend-
ence (for small p; in red) and photo-inhibition due to increasing stream depth (h in meters) for constant
p> and p;. Blue color reflects varying stream depth and red color variable light-respiration and productiv-

ity parameter p,.
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photosynthetic production (GPP), daily ER, and daily rea-
eration (RC) similar to equation (13):

GPP = /sz (13)

J

3.3. Model Calibration

[25] A total number of five model parameters (k,, 3, R»o,
P1, p2) were then iteratively calibrated to single 24 h peri-
ods by running through the complete DO time series using
the associated climate variables to drive the model. The pa-
rameters are assumed to be constant over 24 h, but are
allowed to vary between days and seasons in an attempt to
assess parameter variations driven by climatic variability as
well as unknown biological shifts in the systems behavior
(e.g., caused by different seasonality in the growth periods
of the benthic community and species scour induced by
high flow conditions). Model structures are variable from a
minimum of three (k,, R»¢, p1) to the maximum five param-
eter model. Such a flexible model structure allows repre-
sentation of processes which may be time variable—
specifically light-saturation and photo-respiration—similar
to Parkhill and Gulliver [1998] (see section 3.2 for expla-
nation when parameters are dropped). Final model structure
and parameter selection are determined by the relatively
novel differential evolution (DE) optimization algorithm
set to minimize the sum of squared errors (SSE) as an
objective function [Mullen et al., 2011]:

n 2

SSE = (DO, —DOL,)

sim

(14)

i

where the j simulated DO concentrations (DOy;,,) minus
the j observed DO concentration (DO,s) represents the
model residuals or error term.

[26] The DE algorithm has been shown to be particularly
effective for the calibration of high-dimensional solution
spaces which commonly characterizes even more highly
parameterized environmental models [Andrews et al.,
2011]. The fundamental idea of evolutionary algorithms is
based on natural selection where parameter populations are
modified over following generations using arithmetic oper-
ations to minimize an objective function [Price et al.,
2006]. During this process, we retained the best parameter
populations after every 50 evaluations until convergence
toward a global minimum for the posterior parameter sensi-
tivity analysis. Convergence properties in terms of per-
formance were a priori assessed by repeated application of
the DE optimization to selected days.

[27] It is clear that a single optimal parameter set is
unlikely to be found in the presence of equifinal environ-
mental models of complex aquatic systems [Beven, 2012].
However, as Andrews et al. [2011] demonstrated, most so-
phisticated optimization algorithms provide a solution rep-
resentative of a near-optimal parameter set within the
defined parameter space. Therefore, we report the residual
error as likely parameter uncertainty in the form of simula-
tion bounds after rejecting optimized models which are
characterized by nonideal diurnal oxygen dynamics and are
thus assumed to be nonrepresentative. By “non-ideal,” we

refer to oxygen dynamics that significantly deviate from a
sinusoidal pattern due to processes not captured by the sim-
ple mass balance model (e.g., low-DO surface or ground-
water influence during storm events). Optimized daily
parameter sets were accepted as behavioral and assumed
representative of the stream metabolism when

[28] 1. the calibrated objective function in form of the
SSE (equation (14)) exceeds the 90th percentile of all 24 h
period simulations and

[20] 2. simulated mean daily DO deviates by less than
the 10th percentile of all simulations from the observed
mean daily DO value.

[30] Both criteria are assumed to reflect (1) evaluation of
the form of the diurnal oxygen pattern around (2) a center
value (mean) of oxygen concentration.

3.4. Sensitivity Analysis

[31] A regional sensitivity analysis (RSA) was per-
formed [cf. Hornberger and Spear, 1981] to assess whether
model parameters exhibit the variability of productivity
and respiration which might be reasonably anticipated.
This included, for example capturing the general increase
in productivity during the summer compared with winter.
Therefore, all accepted (behavioral) daily model parame-
ters were separated into autumn/winter (1 October to 31
March) and spring/summer (1 April to 30 September) peri-
ods and cumulated over the range of normalized model per-
formance criteria as assessed by the sum of squared
residuals (SSE). Curvature and constrained ranges indicate
increased parameter identifiability across seasons (i.e., a
straight diagonal line across the whole parameter range on
the cumulative efficiency plot signals no seasonality of be-
havioral parameters).

[32] Furthermore, to ensure that the calibrated parame-
ters for each 24 h period are identifiable, a colinearity index
was calculated using all retained parameter populations
during calibration (see also section 3.3). This colinearity
index quantifies the linear dependence of parameters
according to Brun et al. [2001]:

1

— (15)
min(EV{STS'D

v=

[33] The colinearity index +y is based on the eigenvalues
EV of the sensitivity matrix S:

.. _ Wi AS
Y 8("‘)1 Ay,

(16)

where the i, j-th element of the normalized sensitivities in
the sensitivity matrix S contains an output variable y; at a
certain time calculated by a model parameter ©;. The delta
A indicates scaling of both components.

[34] The higher the value of ~, the more dependent are
parameters. Dependent parameters could potentially gener-
ate similar output variables and are therefore not uniquely
identifiable and cannot be determined by calibration. Pa-
rameter sets are considered independent and thus identifia-
ble for a colinearity index of one (orthogonal) and reach
infinity in the case of high dependency. Soetaert and
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Figure 5. Behavioral daily DO model simulations (minimized sum of squared residuals, mean absolute
error, and physically meaningful photosynthesis parameter) for the (a) moorland and (b) forest reaches
of the Girnock Burn, respectively, indicating flow conditions. Error bars reflect the sum of squared resid-
uals and the black lines indicate the mean discharge. The blue triangles show calculated colinearity indi-

ces around a critical threshold of 20 (blue line).

Petzold [2010] suggest a threshold value of v < 20 to detect
practical parameter identifiability.

4. Results

4.1. Environmental Characteristics Influencing DO
Concentrations

[35] Figure 2 shows the time series between October
2005 and March 2008 for the main variables used to aid the
modeling process. Hydroclimatic conditions were varied
and as a result stream flows captured much of the range of
seasonal and interannual variability that the catchment
experiences. Precipitation shows limited seasonality in this
part of Scotland and storm events can occur throughout the
year, though westerly frontal systems typically cause
higher flow conditions during the winter. Overall, the 2005/
06 hydrological year (October to September) was charac-

terized by drier than average conditions and a marked
summer low flow period. In contrast, 2006/07 was wetter
than average, with an unusually wet summer.

[36] Incoming short-wave radiation (I) shows a seasonal
summer (high radiation) and winter (low radiation) pattern
at both sites. However, the riparian tree cover at the down-
stream forested site results in significantly less radiation
reaching the stream (Table 1). The seasonal stream temper-
ature pattern at both sites tracks that of the incoming short-
wave radiation with the forest site exhibiting a cooling
effect during summer and warming of the stream in winter
[Malcolm et al., 2008]. Note that the winter of 2005/06 was
much cooler compared to 2006/07 at both sites. The stream
temperature differences evident in Figure 3 are also to an
extent reflected in the different DO patterns (see Figure 2)
with the forest site exhibiting higher concentrations in win-
ter and summer, but less seasonal amplitude compared to
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Figure 6. Simulated hourly DO at the moorland and forest sites for a selected winter (24 January
2006) and summer (7 July 2007) 24 h period. Uncertainty is given as simulation bounds reflecting the
sum of squared errors (SSE) for the respective periods and sites as well as the saturated DO. The winter
period was selected demonstrating typical differences between sites in terms of the frequently observed
oxygen super-saturation at the forest site compared to the moorland. The summer period was chosen as
an example for an unusual observed DO peak in the morning hours rather than mid-day coinciding with
an incoming radiation peak and subsequent cloud cover.

the moorland site. The DO concentrations were similar at
both sites only for the coldest winter temperatures. The
moorland site is characterized by lower minimum DO con-
centrations in summer (e.g. August 2006) which are not
experienced at the forest reach. In addition to the seasonal
pattern, radiation, temperature, and DO exhibit marked di-
urnal variability which is not visible in the time series plots
from Figure 2 which shows daily means.

4.2. Inferring Stream Metabolism From Continuous
DO Measurements

[371 We applied the numerical oxygen mass balance
model to the continuous DO data at both reaches. The
model was fitted separately to 769 and 760 24— h periods
for the moorland and forest site, respectively. This resulted
in an optimized parameter set for every day of the 2005/08
study period. However, the models accepted as behavioral
(e.g., the minimized SSE and deviations from the mean
daily DO concentrations exceeded and were below the 90th
and 10th percentile, respectively) account for around 40%
(305) and 32% (243) of the total parameters sets derived
for the study period for the moorland and forest site

(Figure 5). Accepted simulations are equally able to capture
the distinct summer and winter seasonal DO dynamics at
both sites. Parameter sensitivity analysis showed
that > 95% of accepted simulations are below a critical
threshold of the colinearity index =20 (Figure 5). This
suggests that most parameters are identifiable in case of ac-
ceptable model performance. However, it is evident that
the model fails to reproduce behavioral simulations of in-
stream processes for most of the time.

[38] Figure 6 shows representative DO simulations of
selected 24 h periods at both study reaches during both
winter and summer. The behavioral models simulate the di-
urnal oxygen curves reasonably well, at least between the
specified uncertainty bounds suggesting the main in-stream
metabolic processes are broadly captured, as also implied
by the successful simulation of the main differences
observed between the two reaches. The same scales (per
season) used in Figure 6 directly indicate this, with the
observed and simulated summer and winter periods reveal-
ing larger diurnal oxygen amplitudes at the moorland site
(~1.1 mg 17" for summer and ~0.7 mg 1~! for winter) in
contrast to the forest site (~0.7 mg 1~ for summer and
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Figure 7. Optimized reaeration coefficients k, from all
accepted simulations for the moorland and forest study
reaches are plotted against corresponding mean daily dis-
charges (log-scale), respectively. Note the negative reaera-
tion coefficients almost exclusively occur at the forest site
in response to frequently observed winter oxygen super-
saturation. Despite the super-saturation observed diurnal
oxygen dynamics in relation to calibrated negative k, val-
ues imply biological activity.

~0.5 mg 1" for winter). Also note the super-saturation of
oxygen at the forest site for the winter period. This was
adequately captured by the model and is not evident at the
moorland site. In addition, the summer example shows a
successfully simulated but unusual DO peak at 8 am in the
morning. This coincides with an incoming radiation peak
following a ~4 am sunrise and subsequent cloud cover pre-
cluding an expected DO peak at around mid-day. For the
accepted simulations, the &, parameter varied between 0.01
and 0.9 h™' (90% percentiles) at the moorland site and
exhibited no relationship with flow (Figure 7). However,
for the forest sites a value <0 was sometimes needed to
simulate ecosystem processes under supersaturated condi-
tions, most notably in winter.

4.3. Temporal Variability of Metabolism Dynamics
and Differences Between Reaches

[39] We analyzed temporal variations in parameters
using RSA as a further mean to evaluate the ability of the
model to capture in-stream metabolic processes. The be-
havioral model parameter sets were only considered repre-
sentative if they could show a distinct seasonal signal as
well as capturing the diurnal oxygen cycle. Figure 8 shows
cumulative efficiency plots for the five calibrated model pa-
rameters separated according to season (autumn/winter
from October to March and spring/summer from April to
September) and stream reach (moorland and forest).
Regions of parameter identifiability (indicated by curva-
ture) and/or constrained parameter ranges indicate season-
ality and differences between sites. The reaeration
parameter k,, the photo-respiration parameter (3, and the
linear photosynthetic oxygen production parameter p,
show a clear seasonal pattern at both sites. The relatively
insensitive light-saturation (nonlinear) production parame-
ter p, does not exhibit seasonal behavior and is similar at
each site. The respiration parameter R,y only showed a
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seasonal effect at the moorland site, but in terms of parame-
ter range the forest site is much more constrained compared
to the moorland reach. This is also visible from Table 2
indicating the 10th and 90th percentiles of behavioral
(accepted) model simulations. Note that selected photo-
respiration parameters () converge toward zero specifi-
cally over the summer period and thus effectively reduced
the model structure to four parameters. This potentially
indicates that during summer photo-respiration is less sig-
nificant due to the higher energy potential for metabolic
processes caused by high in-stream temperatures.

[40] Figure 9 shows mean monthly plots of modeled
daily in-stream processes in terms of the production-
respiration ratio (P/R) and the difference between produc-
tion and respiration as a proxy for net ecosystem productiv-
ity (NEPc). Note that c represents the conversion of oxygen
units into carbon units using the stochiometric ratio
C/0=0.375 as a conversion factor assuming a respiratory
quotient of 1 similar to Gazeau et al. [2004]. Generally, the
simulations indicate a heterotrophic system (P/R < 1) and a
potential source of carbon to the atmosphere at both sites.
This is due to ER exceeding GPP most of the time with a
daily range of —0.15 to —49.8 g O, m 2 d~' (ER) and
0.15t023.6 g O, m > d~' (GPP) at the moorland reach and
—0.07 to =544 g O, m 2 d°' (ER) and 0.07-51.7 g
0, m 2 d ™! (GPP) at the forest reach over the study period,

Figure 8. Regional sensitivity analysis of model parame-
ters for both the moorland (black lines) and forest (red
lines) study reaches generated from accepted simulations
for summer (1 April to 30 September, thin lines) and winter
(1 October to 31 March, thick lines) periods.
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Figure 9. Mean monthly P/R ratios and net ecosystem production (NEPc =Pc — Rc — converted into
Carbon units) for both sites are shown. Mean values and standard deviations in parentheses are also
given. The error bars reflect the standard deviations of mean monthly P/R and NEPc derived from all be-
havioral models per month and the horizontal bars show the number of behavioral models per month for
both sites (black-moorland and gray-forest). Note that the order of months is according to the UK hydro-

logical year from October to September.

respectively. Mean ER and GPP estimates are generally
higher at the moorland site, whereas the forest reach shows
a larger range in terms of extreme values. The P/R ratio fol-
lows a similar monthly pattern at both sites, but higher val-
ues are evident at the forest reach (mean P/R=0.8)
compared to the moorland (mean P/R =0.65). Maximum
values occurred in February corresponding to the earliest
warmer temperatures of the year and increased radiation
inputs. For the forest site, this also precedes the leafing of
riparian broadleaved trees and the consequent shading
effects, where on this occasion P/R exceeded 1. The P/R ra-
tio decreases following the February peak until May, there-
after increases again—though remaining <l—reaching a
second peak over the summer months at both sites. From
Figure 9, it is evident that for the winter period a higher
number of simulations are taken into account for the
monthly plots at the moorland site, while for the summer
similar numbers of behavioral simulations from both sites
were included.

[41] Monthly NEPc dynamics differ for both study
reaches with the forest site exhibiting greater carbon losses
during summer and the moorland reach during winter and
spring. Losses are notably reduced from the moorland
stream between June and August, which are generally the
period of lowest flows and highest incoming radiation. Dur-
ing this period, the greatest biomass growth within the
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channel was observed. In contrast, the NEPc dynamics at
the forest reach closely resemble those of the P/R ratios.
Overall, the simulations infer that the moorland reach
potentially releases double the amount of carbon to the
atmosphere (122 mmol C m 2 d ') compared to the forest
reach (64 mmol C m~2d™").

4.4. Factors Influencing Simulated Metabolism
Dynamics

[42] Although the model could only produce acceptable
simulations for about 40 and 32% of the total study period
at the moorland and forest site, respectively, it was conspic-
uous that the rejected models generally coincided with peri-
ods where streamflows exceeded the mean flow of the
Girnock. For all behavioral models, 66% were below the
mean discharge of 0.62 m® s~ at the forest reach and 56 %
were below the mean discharge of 0.57 m® s~ at the moor-
land reach. This implies that the hydrology of the Girnock
has an important effect on stream metabolism that is not
captured by simpler oxygen models. This probably reflects
the greater depths of more DOC-rich water at high flows
which impede and disturb metabolic processes in a way
that is uncertain, seasonal, and may include scour which
affects the biomass of primary producers. However,
Figure 5 also shows behavioral models for a range of low
and high flows at both stream reaches. Interestingly,
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Figure 10. Bivariate plots of simulated daily stream me-
tabolism (RC, GPP, and ER) from accepted models at (a)
the moorland and (b) the forest site showing histograms
and smooth curves indicating potential linear and/or non-
linear relationships with environmental variables (mean
daily stream temperature T, radiation I, and discharge Q).
Spearman correlation coefficients are given in the lower
plots, respectively.

behavioral models exceeding mean flow conditions were
found almost exclusively during recession of high flow
events (not easily visible from Figure 5). In addition to the
obvious difference in riparian vegetation between the
moorland and forest reaches (Table 1), we also assessed
potential cause-effect relationships of environmental varia-
bles on behavioral simulations and derived stream metabo-
lism (Figure 10). Reaeration did not show any significant
relationship with streamflow for both sites, which is shown
in the bivariate plots in Figure 10. However, estimated rea-
eration fluxes (shown by k,) significantly differ between
the reaches with the forest reach generally exhibiting nega-
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tive values during the winter (Table 2, Figure 7). This
might be related to the frequently observed super-
saturation during this period (Figure 5) most likely caused
by the 2 m high weir located about 300 m upstream from
the forest measurement site. Furthermore, GPP estimates
are only negatively correlated (p < 0.01) with streamflow at
the moorland reach, which implies that hydrological dis-
turbance to photosynthesis is greater in the moorland reach
compared to the forest reach which is in any case character-
ized by lower radiation input resulting in lower photosyn-
thesis rates regardless of flows. This might also be related
to higher carbon losses during winter at the moorland site
when flows normally are higher compared to summer.

[43] Only the forest reach showed significant relation-
ships between GPP (positive) and ER (negative) with tem-
perature and radiation. The expected positive relationship
between radiation and temperature with GPP (»=0.2 and
r=0.24, respectively) was also detected for the moorland
reach, but was not statistically significant. This gives some
confidence in the model calibration procedure in terms of
accepting and rejecting behavioral models reflecting the
physical response of in-stream metabolism to radiation and
temperature (photosynthesis and oxygen production gener-
ally increase with radiation and temperature, see also Fig-
ure 4). The correlations in Figure 10 show a tight negative
coupling between producers as indicated by GPP and con-
sumers as reflected in ER (r=—0.68 and »=—0.79) and
between RC and ER (r=-0.75 and r=—0.51) at the
moorland and forest reaches, respectively.

5. Discussion

5.1. How Well Do Simple Oxygen Mass Balance
Models Capture Metabolism in Upland Streams ?

[44] Oxygen mass balance models have a long tradition
in aquatic science as an alternative to incubation methods,
which directly measure community production and respira-
tion, but are more difficult to upscale [Staehr et al., 2012].
However, most applications in lotic systems focus on
higher-order lowland streams, which generally exhibit
larger productivity, resulting in more marked (larger ampli-
tude) diurnal DO signals compared to lower-order upland
streams [Cox, 2003]. Preliminary tests have shown that the
night-time regression method by Kelly et al. [1974] is not
suitable to be applied to upland streams such as the Girnock
as DO changes are frequently below 1 mg 17'. As our
results show, the flashy hydrodynamics play an important
role in the Girnock (a third-order stream) as they can dis-
turb diurnal DO cycles masking in-stream metabolism in a
way that oxygen models such as the one used cannot
account for [Demars et al., 2011a]. This is due to increases
in water depth at high flows, and concomitant decreases in
water clarity (from DOC and turbidity), reducing radiation
inputs to the stream bed, as well as potentially scouring
benthic vegetation. Furthermore, other processes may also
be important, but are not captured. For example, it has been
recognized that streambed biofilms comprised of algae and
bacteria retain nutrients independent of the stream water
nutrient supply [e.g., Battin, 2000]. It also remains a major
uncertainty as to how much biological activity in the hypo-
rheic zone contributes to the whole stream metabolism
[Marmonier et al., 2012]. These processes could potentially
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be incorporated into oxygen models, but in the absence of
suitable data at the likely expense of increased parameter-
ization. Nevertheless, this issue is the subject of future
work.

[45] The advent of robust and stable optical sensors able
to generate high-resolution DO data over longer time peri-
ods (>1 year) allows assessment of production and respira-
tion processes at temporal scales from hours to years [see
Roberts et al., 2007]. Such data compensate for the rela-
tively high rejection rate of model simulations in terms of
identifying periods when the diurnal DO signal is clear
enough for the oxygen mass balance model to account for
system function [Ciavatta et al., 2008]. Selection of behav-
ioral simulations requires a flexible modeling approach
using a set of governing equations that can be allowed to
vary during the calibration procedure. Here, the class of
evolution optimization algorithms provides a useful tool
that is able to learn and improve generations of model pa-
rameter populations [Price et al., 2006]. Furthermore, a rig-
orous posterior analysis—trejecting any simulations that do
not meet required acceptable thresholds—of one or more
performance criteria enables a more thorough assessment
of other in-stream processes that may affect metabolism.
Generally, when flows are below the mean, the behavioral
simulations fit the observed DO dynamics reasonably well
(Figure 5) and resulted in better performance (SSE) com-
pared to behavioral models above mean flows. The results
indicated some expected characteristics of system function,
showing clear seasonality with increased production during
summer and heterotrophic systems at both sites. Previous
work by Dawson et al. [2009] had used a regional study of
steamwater EpCO, to show that the Girnock and similar
upland streams in the Scottish Highlands are heterotrophic
systems throughout the year. The P/R ratios estimated in
this study are similar to those reported from headwater
streams in Iceland (average P/R ~ 0.6) with varying stream
temperature over a summer field season [Demars et al.,
2011a] and higher than those (annual P/R between 0.3 and
0.4) shown by Robert et al. [2007] from the less productive
first-order Walker Branch experimental forest stream,
USA. The estimated daily GPP and ER ranges (see section
4.4) fall in between global values from Battin et al. [2008]
and the values presented by Demars et al. [2011a]. Interest-
ingly, the maximum P/R ratios were estimated for February
at both reaches, which also coincides with increasing radia-
tion inputs and stream temperatures, open canopy condi-
tions in the forest and in-stream vegetation (macrophytes
and algae) growth was frequently observed in the study
reaches during that period. This also coincides with
increases in other important biological activity in the Gir-
nock, such as invertebrate drift and salmon growth [Bacon
et al.,2005].

[46] There is a need to further evaluate concurrent photo-
synthesis, respiration, and re-aeration simulations avoiding
potentially misleading results [Valino et al., 2005]. Specifi-
cally, the calibration of the reaeration parameter k, introdu-
ces considerable uncertainty, but without repeated and
expensive tracer-gas measurements no viable alternative is
available. Even novel sound pressure-reaeration relation-
ships require tracer-gas evasion measurements for calibra-
tion [Morse et al., 2007]. The sensitivity analysis of
accepted parameter sets generally showed a colinearity
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index below a critical threshold (y=20) indicating practi-
cal identifiability [Soetaert and Petzold, 2010]. However,
any process that would be incorporated into the existing
model at the expense of increased parameterization is also
likely to increase colinearity and nonuniqueness of solu-
tions. Therefore, the five-parameter model presented is
probably the highest parameterization possible while
retaining identifiability (Figure 5). Nevertheless, the param-
eter sensitivity analysis gives some confidence that this
type of flexible process model might be transferable to
other well-aerated systems as an alternative to applying
empirical hydraulic relationships where no reaeration
measurements exist. This is similar to Holtgrieve et al.
[2010] who successfully developed a Bayesian approach
for oxygen mass balance modeling with explicit calibration
of reaeration as a model parameter. Furthermore, no ,-dis-
charge relationship was found (Figure 7) from the behav-
ioral simulations indicating little hydrodynamic influence
on air-water oxygen exchange. Although this may seem
surprising and counterintuitive, it is consistent with the
findings of Genereux and Hemond [1992], though contrasts
with the inference of empirical hydraulic relationships [see
Aristegi et al., 2009]. It can also be argued that negative k,
coefficients are nonphysical, but the calibration procedure
effectively filtered out the winter oxygen super-saturation
events showing diurnal oxygen patterns similar to Figure
6b. These events almost exclusively occur at the Forest site
implying some biological activity. However, the model
could only reproduce diurnal oxygen patterns under super-
saturated conditions allowing for an oxygen flux from the
atmosphere to the water. It is, however, reassuring that
only positive values for &, are calibrated for the moorland
site. The most likely reason for these results is that in the
Girnock, the channel morphology has a high degree of hy-
draulic roughness throughout the system (see Figure 1) due
to the boulder-dominated nature of the stream [Moir et al.,
2004] thus ensuring high levels of reaeration at all flows.
This is further pronounced at the forest site, by the weir
structure at the fish trap which provides a 2 m hydraulic
jump and contributes to super-saturation. The latter feature
and channel characteristics of the Girnock Burn also ham-
per application of energy dissipation methods such as pre-
sented by Tsivoglou and Neal [1976].

5.2. What Do Oxygen Mass Balance Models Tell Us
About the Effect of Riparian Vegetation on Stream
Metabolism Dynamics ?

[47] The importance of the riparian zone to the structure
and function of aquatic ecosystems has become apparent
and a major research foci over the past two decades [e.g.,
Tockner et al., 2002 ; Naiman et al., 2005 ; Strayer and Fin-
dlay, 2010]. The riparian zone has also been identified as a
part of the landscape where management efforts can be
focused to maximize benefits to streams [e.g., Imholt et al.,
2012]. For example, with Scotland, the Scottish Govern-
ment has ambitious plans to increase national forest cover
from 9 to 25% [Scottish Government, 2009]. Within this
overall strategy, there is particular support for riparian
planting as tree cover provides shading, increases food
sources to fish, and decreases peak summer water tempera-
tures which can be beneficial to salmonids [Malcolm et al.,
2008]. Climate change brings added impetus to riparian
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planting as a means of mitigating the effects of rising water
temperatures and ecosystem change [Hrachowitz et al.,
2010]. However, such endeavours usually produce feed-
backs and unintended consequences, including potential
changes to ecosystem productivity. One goal of this work
was to explore the effect of riparian vegetation on stream
metabolism via a paired-reach approach with available
long-term data. The most prominent effect of riparian vege-
tation is readily observable from Figure 2 and Table 1 in
terms of substantially lower levels of incoming short-wave
radiation reaching the stream. The overall mean incoming
short-wave radlatlon at the forest s1te was measured at only
25.7 W m~2 compared to 111 W m ™2 at the open moorland
reach, despite identical variability in terms of the coeffi-
cient of variation (Table 1). This favored a stronger sea-
sonal dependence of GPP on incoming radiation at the
forest reach (r=20.52) compared to the observed but
smaller seasonality effect at the more light abundant moor-
land reach (r=0.24, Figure 10). However, GPP rates were
greater at the open moorland site during summer most
likely due to a larger biomass as shown by Young and
Huryn [1999]. Interestingly, GPP exhibited an almost nega-
tive linear relationship with ER at the forest site, whereas
such a relationship is weaker and more variable at the
moorland site (Figure 10). Differences in the GPP-ER rela-
tionship may be explained by variability in nutrient cycling
similar to Demars et al. [2011a]. Organic nitrogen and
phosphorous probably increase in the forest in spring and
autumn when allochthonous inputs from the trees increase
compared to the in general low nutrient status at the moor-
land site. Overall, our results point to the forest site being a
smaller carbon source to the atmosphere compared to the
moorland reach, where particularly during winter, greater
respiration rates appear to cause more carbon to be
released. However, these results have to be viewed with
caution. The daily NEP based on the difference between
GPP and ER estimates can only be viewed as a proxy for
whole stream ecosystem metabolism and is strictly only
valid under steady state conditions [Gazeau et al. 2004].
Furthermore, uncertainties around GPP and ER estimates
are high and it is likely that the thermal regimes at both
reaches are not only affected by distinct incoming radiation
patterns, but also by distinct hyporheic characteristics. For
example, a much larger hyporheic volume and exchange
can be assumed at the forest reach compared to the moor-
land site due to the more alluvial nature of the downstream
reach [Malcolm et al., 2008]. Hyporheic water exchange
has been shown to be an important factor controlling ER
[Mulholland et al., 2001]. Moreover, Demars et al. [2011b]
reported that water transient storage of the hyporheic zone
controls ER with a greater hyporheic volume most likely
increasing ER. Furthermore, differences between the
reaches and in-stream metabolic processes can be caused
by the nonlinear response of P and R to temperature.
Demars et al. [2011a] showed greater temperature depend-
ence of ER compared to GPP. This type of effect is consist-
ent with our findings of greater ER at the moorland reach.

6. Conclusions

[48] In this study, we presented a relatively simple oxy-
gen mass balance model calibrated to high-resolution and

14

long-term DO data from two distinct stream reaches in the
upland Girnock Burn in Scotland. The model comprised a
maximum of five parameters representing processes of dark
and light community respiration, linear and light-saturation
photosynthetic productivity, and air-water gas exchange.
These parameters were successively fitted to 24 h periods
deriving a unique set of time-variable parameters for the
moorland and forest study reaches. Only simulations that
fulfilled criteria evaluating the form of simulated diurnal
oxygen curves around the mean concentration with respect
to observed values were accepted for further analysis. Sen-
sitivity analysis showed that 95% of the accepted parameter
sets were uniquely identifiable. This suggests that the flexi-
ble model framework in combination with an efficient cali-
bration and posterior analysis may be transferable to other
systems. Also, simultaneous calibration of P, R, and reaera-
tion is viable in places with available long-term oxygen
data, but where no reaeration measurements exist and
where the air-water gas exchange does not show a signifi-
cant hydraulic relationship with e.g., discharge. Based on
the retained simulations, we could show a typical seasonal
behavior (winter/summer) of stream metabolism and differ-
ences between the moorland and the forest stream reaches
which appear to be disrupted by the flashy hydrodynamics
of the system. Although preliminary, our results indicate
that riparian afforestation could decrease carbon release to
the atmosphere through decreased stream metabolism.
However, to further underpin such results and inform pol-
icy makers, future research on nutrient cycling, hyporheic
biological activity, hyporheic exchange and groundwater-
surface water interactions, and their role on stream metabo-
lism dynamics at the catchment scale is required. Although
there is a clear need to assess how stream metabolism dy-
namics might behave in the future due to environmental
change, the presented modeling framework represents a
first step in this direction.

Notation
DO Dissolved oxygen [mg17']
R Community respiration [mg O, 1" ' h™ ']
P Colmmunity photosynthetic production [mg O, 1™
h™]
RC Re-aeration capacity [mg O, I"'h Y
GPP  Global photosynthetic production [ mg 0,17'd”
ER  Ecosystem respiration [mg O, 17" d~
t time
v Mean stream velocity [m s~ ']
Q Discharge [m®s']
h  Stream depth [m]
w  Stream width [m]
Py Altitudinally corrected air pressure [kPa]
V  Saturation water vapor pressure [kPa]
O, Expected oxygen solubility [mg1~']
O™ Oxygen solubility under normal pressure [mg |
Pq Pressure at mean sea level [kPa]
E Elevation of observed pressure [m]
AT  Air temperature [K]
g 9.806 [ms ]
m  Molecular mass of dry air [kg mol ']
k Boltzmann constant [J K™ ']
T Stream temperature [°C]
0  Arrhenius coefficient [-]
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k, Re-aeration coefficient [h~']
I Incoming short-wave radiation [W m 2]
R,y Respiration rate parameter [mg O, 17" h™']
[ Photorespiration parameter [mg O, W' h™ ']
P1 Liriear1 photosynthesis parameter [(mg O, w!
h') ']
p>  Light saturation parameter [(mg O, 1 ' h™") 7]
n  Number of 24-h periods
j  Time step [hourly]
DO, Predicted DO
DO.,s Observed DO
SSE  Sum of squared errors objective function [mg 1]
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