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Deposition of acid rain in the Northeast United States beginning in the middle of the 20th century 
resulted in increased hydrologic export of calcium from forested watersheds, an important nutrient that 
is stored in biomass and in soils. Forest harvesting similarly results in accelerated loss of nutrient Ca.  
Both effects have important implications for forest sustainability, as decreased Ca availability 
diminishes tree resistance to cold and disease. Despite extensive work on forest nutrient mass balances, 
much of which was done at Hubbard Brook Experimental Forest in New Hampshire, there remains some 
uncertainty in terms of the mechanisms that cause this accelerated Ca loss. The goal of this project was 
to conduct a pilot study of the application of calcium stable isotopes to historical changes in forest 
calcium cycling at Hubbard Brook based in archived samples, and to use these preliminary data to 
motivate a larger-scale proposal to the National Science Foundation. Ca stable isotopes are naturally 
fractionated in forests primarily by preferential uptake of light Ca (40Ca) by plant roots. This process 
imparts variability in the ratio of 40Ca to 44Ca in different Ca pools (root-, woody-, and leaf-biomass, soil 
exchange sites, soil Ca-oxalate) within a forest ecosystem. The 44Ca/40Ca ratio of dissolved Ca exported 
by streams is influenced by this fractionation and losses from these pools. 

Methodology: 
 
Research samples for this study come from an extensive archive of materials at Hubbard Brook 
Experimental Forest, including streamwater, soils, and plant tissues. Our initial work has focused on a 
1983 experimental clear-cut of one of the first order watersheds (Watershed 5) at Hubbard Brook. We 
subsampled archived streamwater samples from both the experimental watershed (Watershed 5) and a 
nearby control watershed (Watershed 6), bracketing the experimental manipulation (1977 to 1988).  
Samples were selected to capture a range in both seasonality and discharge. We also subsampled glacial 
till and archived soil profiles from Watershed 5 in order to characterize the Ca isotope ratios of the 
weathering parent material, and plant-available soil Ca pools. Recently we have expanded our collection 
subsamples (streamwaters and soils) to investigate decadal-scale changes in Ca cycling driven by 
changes in acid deposition at Hubbard Brook between the late 1960s and mid 1980s.   
 
The vast majority of the research effort in this project took place in the Boston University Thermal 
Ionization Mass Spectrometry (TIMS) Facility, improving our analytical method and collecting both Ca 
concentration data and measurements of Ca isotope ratios of samples. Determining 44Ca/40Ca ratios on 
natural samples is tricky because there is a significant isotopic fractionation that takes place within the 
instrument during analysis that must be separated from natural isotopic effects. These complications are 
overcome by mixing the natural sample with a carefully calibrated mixture of 43Ca and 48Ca (a “double 
spike cocktail”) prior to separation of Ca by cation exchange columns. At the start of this project, we 
were successfully applying the double spike method to determination of 44Ca/40Ca ratios but with less 
reproducibility than expected. In December 2013 we traced the problem to Ca contamination sometimes 
occurring during sample preparation. Eliminating this source of Ca (a “loading blank”) has greatly 
improved reproducibility.   

Principal Findings and Significance: 
Our initial work shows that there is a measurable range in the 44Ca/40Ca ratio of both streamwaters and 
forest ecosystem Ca pools and that there is interpretable variability in streamwaters both as a function of 
discharge and as a response to the 1983 experimental harvesting. 44Ca/40Ca ratios are presented in the 
“delta notation” common in stable isotope geochemistry, reflecting permil variations relative to a 
standard (in this case seawater Ca). The δ44Ca of the glacial till parent material is -1.1‰, within the 
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range typical of silicate rocks. Ca on soil ion exchange sites (plant-available) is isotopically light 
(enriched in 40Ca) relative to till (-1.4 to -1.8‰), and lightest in shallow soils, which also contain the 
largest amounts of exchangeable Ca.  Streamwater values of δ44Ca vary between -1.1 and -1.7‰, and 
are lightest (most negative) during high discharge events. We interpret this as evidence of hydrologic 
flowpath control over export of dissolved Ca to streams, with increased contributions from the shallow 
soil pool relative to deep weathering during storm events. δ44Ca values in watershed 5 shift by an 
average of -0.3‰ as a response to the experimental harvesting. The shift towards lighter Ca post-harvest 
is consistent with increased export of plant-available shallow soil Ca in responses to changes in soil 
biogeochemistry and hydrology that result from clear-cutting.  


