The INLis a

U.S. Department of Energy
National Laboratory
operated by

Battelle Energy Alliance

9

ldaho National
Laboratory

INL/CON-07-13631
PREPRINT

The Effect of Drying
Temperature on the
Composition of Biomass

30" Symposium on Biotechnology for
Fuels and Chemicals

Tracy P. Houghton
Daniel M. Stevens
Peter A. Pryfogle
Christopher T. Wright
Corey W. Radtke

May 2008

This is a preprint of a paper intended for publication in a journal or
proceedings. Since changes may be made before publication, this
preprint should not be cited or reproduced without permission of the
author. This document was prepared as an account of work
sponsored by an agency of the United States Government. Neither
the United States Government nor any agency thereof, or any of
their employees, makes any warranty, expressed or implied, or
assumes any legal liability or responsibility for any third party’s use,
or the results of such use, of any information, apparatus, product or
process disclosed in this report, or represents that its use by such
third party would not infringe privately owned rights. The views
expressed in this paper are not necessarily those of the United
States Government or the sponsoring agency.



The Effect of Drying Temperature on the Composition
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Abstract The compositional quality of different lignocellulosic feedstocks influences their
performance and potential demand at a biorefinery. Many analytical protocols for
determining the composition or performance characteristics of biomass involve a drying
step, where the drying temperature can vary depending on the specific protocol. To get
reliable data, it is important to determine the correct drying temperature to vaporize the
water without negatively impacting the compositional quality of the biomass. A comparison
of drying temperatures between 45 °C and 100 °C was performed using wheat straw and
corn stover. Near-infrared (NIR) spectra were taken of the dried samples and compared
using principal component analysis (PCA). Carbohydrates were analyzed using quantitative
saccharification to determine sugar degradation. Analysis of variance was used to determine
if there was a significant difference between drying at different temperatures. PCA showed
an obvious separation in samples dried at different temperatures due to sample water
content. However, quantitative saccharification data shows, within a 95% confidence
interval, that there is no significant difference in sugar content for drying temperatures up to
100 °C for wheat straw and corn stover.
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Introduction

Biomass products are becoming more important within energy markets than ever before.
With increasing renewable energy requirements, lignocellulosic material such as corn stover
and wheat straw are attractive substitutes to corn grain because of their non-food value,
relatively low cost, and abundant supply [1]. Straw production alone from cereal grain in
Idaho, Oregon, and Washington produce 5.73 Mt (413 gal of EtOH) of available straw,
which includes total straw production minus straw returned to the field for soil quality
assurance [2]. Determining the composition of each feedstock is an important step in
identifying the overall value to the feedstock to a biorefinery.

Procedures for determining the composition of biomass require drying the material at a
certain temperature for a period of time to remove possible interference of water on the analysis
[3]. Parameters such as particle size and initial percent moisture of the biomass are essential
when establishing drying temperature ranges [3]. Taking these parameters into account, it is
important to identify a drying temperature that removes enough water to not interfere with the
carbohydrate analytical procedure, does not degrade the carbohydrates during drying, and
minimizes the drying time of the samples. Multiple drying methods such as air-drying,
convection ovens, and freeze drying use a variety of temperatures and are implemented
within various biomass preparations protocols [3, 4]. However, adequate drying temperature
ranges for biomass other than corn stover have not been adequately addressed.

According to the National Renewable Energy Laboratory (NREL) document entitled
“Preparation of Samples for Compositional Analysis™; biomass samples should be dried at
45 °C prior to compositional determination of carbohydrates [3]. While working with various
feedstocks with equivalent sizes (1-2 mm) it was uncertain as to whether higher drying
temperatures would have negative impacts on final carbohydrate concentrations. Similarly,
while drying at 45 °C, there was a concemn for possible residual moisture in the feedstock
interfering with Near-infrared Analysis (NIR) and carbohydrate determination. These questions
lead to this study where four drying temperatures, 45 °C, 60 °C, 85 °C, and 100 °C were used
to prepare samples of com stover and wheat straw for NIR and compositional analysis. The
results of the analysis were then statistically compared to each other to determine the potential
impact of drying temperature on NIR spectra and sugar composition of the feedstocks.

Materials and Methods
Wheat Straw

Wheat straw (Westbred 936) was obtained from Grant 4-D Farms (Rupert, ID). Straw was
produced during the 2006 growing season. A large bail of the wheat straw, approximately a
half ton, was ground to 1/4 in. minus using a tub grinder. The ground straw was stored in a
supper sack and steal-storage container until it was sampled. Contents in the sack were
evenly spread on a clean floor. Using random number generator sections were removed and
placed in 2-gal bags [S]. One-hundred-gram samples were removed from the 2-gal bags,
contents of the bag were spread on a tray, and a square metal tube with dimensions
5.08 cmx5.08 cmx22 cm was used to remove lines from the tray [5].

Five 100-g samples were dried at four different temperatures, 45 °C, 60 °C, 85 °C, and 100 °C,
resulting in 20 total samples. All samples were dried to constant weight and then ground to 2 mm



minus using a Thompson-Wiley Mill Model 4 from Thompson Scientific. Percent moisture was
determined by using the calculation found in NREL'’S technical report NREL/TP-501-42621,
only are samples were based on drying a 100 °C [6]. A temperature of 100 °C is sufficient at our
altitude to remove all moisture. Water boils at approximately 95.5 °C at the altitude of 1daho
Falls, ID. NIR spectra were taken of each sample in duplicate using a 1/4-cup sample cell. The
NIR spectra were obtained using Foss NIR System model 6500. Compositional analyses were
preformed at Auburn University Chemical Engineering department. Auburn University used
NREL’s laboratory analytical procedures for compositional analysis [3, 4, 7]. Results were
produced after water extractives were removed.

Corn Stover

Corn stover was obtained from Iron Horse Farms, Inc. in Imperial, Nebraska during the
2005 growing season. The corn stover was ground to 1/4 in. minus using a tub grinder.
Samples were obtained and processed in the same manner as described above for wheat
straw, except that after the samples were ground, they were stored at 45 °C in a convection
oven overnight before NIR Spectra were taken whereas with wheat NIR, spectra were taken
the same day as the samples were ground. Compositional analysis was performed at the
Idaho National Laboratory. Approximately, 1.5 g of biomass was placed in an 11-ml
extraction cell and ran through an ASE 200 Accelerated Solvent Extractor made by Dionex
Corporation. The samples were analyzed for water extractives using the same method as
NREL found within the procedure, “Determination of Extractives in Biomass™ [7]. Results
were produced after water extractives were removed. All drying for compositional analysis
after the water extractives were removed was performed at 45 °C.

Compositional Analysis

Carbohydrate and lignin compositions were determined by quantitative saccharification [8].
A Waters high-performance liquid chromatograph with a Waters 2414 Refractive Index
Detector and a Biorad Aminex HPX-87P column was used to determine carbohydrate
concentrations. Carbohydrate data was processed using Empower Software build 1154.
Acetic acid was determined using a Shimadzu HPLC, with a Shimadzu SPD-M10A VP
Diode Array Detector, a Biorad Aminex HPX-87H column. Acetic acid data was processed
with Shimadzu Class VP Version 7.2 SP1 Rev B build 14 software.

Data Processing

Spectral data was processed using Matlab R2007a a product of MathWorks. Duplicate NIR
spectra were averaged together, mean-centered, and normalized to unit length. The
wavelength region from 700 nm to 2,500 nm was used. A Savutzky—Golay smoothing
function found in the PLS tool box (ver. 4.0 Eigen vector Research, Inc., Manson, WA) was
used with the following parameters; A 15-point filter width, a second order polynomial fit,
and the second derivative of the spectra were taken. Principal component analysis was
performed on the modified spectra.

Analysis of variance (ANOVA) was performed to compare the samples dried at different
temperatures [9]. Ash, acetyl content, K-lignin, glucose, xylose, galactose, and arabinose
were compared with ANOVA for both the wheat straw and corn stover samples.



Table 1 Drying parameters for samples.

Sample Drying time (h) Percent moisture remaining”
100 °C wheat straw 3.0 0.00£0.10
85 °C wheat straw 24.1 1.70+0.08
60 °C wheat straw 72.0 3.08+0.05
45 °C wheat straw 96.3 3.74=0.10
100 °C corn stover 3.6 0.00+0.44
85 °C comn stover 24.10 0.13+0.17
60 °C comn stover 46.38 0.69+0.13
45 °C corn stover 46.30 1.92+0.39

* For wheat straw and corn stover, the percent moisture were respectively 6.53+0.10 and 6.36+0.44
Results and Discussion

NIR and PCA

Table 1 indicates drying times and the percent moisture for both the wheat and corn

samples. The table indicates that at the higher drying temperature the more moisture was
removed from the samples. While drying the wheat samples, the relative humidity ranged
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from 28% to 55% for the first 48 h. From 48 h to 72 h, the relative humidity raised to
between 80% and 90%. Between 72 h and the end of the experiment, the relative humidity
was between 50% and 60%. During the drying of corn stover samples the relative humidity
remained between 19% and 22%. Times for drying the wheat at 60 °C and 45 °C are longer
than times for corn at the same temperatures due to an increase in humidity on the second
and third days of drying making it difficult to reach a constant weight. At these lower
temperatures humidity was a factor in reaching constant weight; however, this was less of a
problem when drying at a higher temperature.

Figure 1 shows the NIR spectra of the wheat and the corn samples. It is evident from the
spectra of both wheat and corn that there is variation from about 1,900 to 2,100 nm. This
variation is associated with the combination band of water. It is also apparent that the
variation is consistent with drying temperature, in that the samples dried at the same
temperatures group together. The peak is higher for the lower temperatures, indicating that
more water is present in the samples.

In Fig. 1a, wheat samples dried at 100 °C and 85 °C overlap. The 100 °C samples could
have gained moisture from the atmosphere when they were prepared for the NIR analysis
which could account for the similar NIR spectra. It may also indicate that NIR analysis is
more consistent when feedstocks are dried at higher temperatures. Figure 2a shows a plot of
the first principal component versus the second principal component. This figure also
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Table 2 Concentration results for wheat straw and comn stover.

Sample Cellulose Hemicellulose K-Lignin Acetate Ash (%) Acid-Soluble
(%) (%) (%) (%) Lignin (%)

100 °C wheat straw 38.13£0.75  28.68=0.93  19.47=1.78 3.10+0.94 10.37+0.60 1.21+0.003
85 °C wheat straw ~ 38.65+0.45  28.58+0.46  18.22+0.94 2.93+0.73  9.22+0.90 1.26+0.003
60 °C wheat straw  38.42+0.96  28.69+0.38 18.51+0.89 3.36+0.62 896=+1.18 1.26=0.003
45 °C wheat straw  39.39+0.64  29.26£0.64  18.82+2.52 3.07+0.80 8.92+0.44 1.11=0.003
100 °C com stover 39.82+0.75  21.75+0.55 18.04+0.36 2.24+0.05 8.70=0.62
85 °C comn stover 40.25£0.47 22.21£0.26  18.13£0.23 2.26x0.06 9.01=x0.71
60 °C com stover 40.22+0.25  22.31+£0.21 1791+0.19 2.25+0.06 8.99+0.65
45 °C com stover 40.37£0.62  22.32+0.37 17.84%0.26 2.19:£0.06 8.86=0.52

Compositional analysis for wheat straw samples were conducted at Auburn University where acid-soluble
lignin was determined. Corn stover compositional analysis was performed at the ldaho National Laboratory
and acid-soluble lignin was not determined

demonstrates that the samples dried at 100 °C and 85 °C overlap and samples dried at 60 °C
and 45 °C are clearly separated in principal component (PC) space.

As with wheat, corn samples show spatial separation based on drying temperature
(Fig. 1b). Corn samples dried at 85 °C and 60 °C tended to group closer together in both the
NIR spectra (Fig. 1b) and the PC plot (Fig. 2b). Spectra of corn samples in Fig. 1b show
more variation between drying temperature that do the wheat sample in Fig. 1a. This may
be due to the fact that wheat samples were ran the same day that they were dried and
ground whereas, corn samples were stored at 45 °C overnight before running NIR spectra.
Figure 2b indicates that samples dried at 100 °C and 45 °C could be clearly separated from
each other and from the 85 °C and 60 °C samples. The 85 °C and 60 °C samples were not
separated in the PC space. The 85 °C and 60 °C samples may be separated with improved
sample treatment such as, grinding the samples before drying and taking NIR spectra as
soon as possible. Thus, further detailed analyses would be necessary to determine the exact
reasons of the PCA groupings.

Compositional Analysis

Table 2 presents the average percent concentration from the compositional analysis of the
wheat and corn samples. Hemicellulose contents were estimated as the sums of the non-
glucan anhydro-sugars in the straw, including the xylan, galactan, arabinan, and mannan,
measured in the compositional analyses. The ranges are the standard deviation of the five
replicate samples dried that same temperature. From a general look at the data in the table
all values look similar.

ANOVA was performed on the data to determine if there was a significant difference at a
95% confidence interval between the different drying temperatures. Results form the
ANOVA analyses are in Table 3. The F-critical value is 3.24 for degrees of freedom 1=3

Table 3 Analysis of variance F test value.

Sample Cellulose Hemicellulose K-lignin Acetate Ash
Wheat straw 2.76 1.15 0.51 0.27 3.38
Corn stover 0.91 2.67 1.25 1.38 0.26

a=0.05, df1=3, dfy=16, F-critical value=3.24



and degrees of freedom 2=16. As indicated in Table 2 there is no significant difference in
any of the data at a 95% confidence interval except for the ash concentration in wheat.
Table 2 shows that the concentration of ash in wheat decreases as temperature decreases.
Intuitively, this is what can be expected, as the sample loses more moisture the percent ash
concentration should go up because the water has been removed from the sample. So the
fact that there is a significant difference is ash concentration could be expected. With corn
stover, however, it is uncertain why there is not a significant difference in ash concentration
relative to wheat straw. One suggestion might be that it requires higher temperatures to
remove bound water where corn stover-bound water is removed at lower temperatures.
Further research should be done to determine a conclusive answer as to why there is a
significant difference in the ash concentration in the wheat straw samples but not in the corn
stover.

Conclusion

The results of this analysis indicate that there is no significant difference in the composition
of wheat straw and corn stover when dried at temperatures up to 100 °C for non-pretreated
biomass. It is also evident that at lower temperatures, relative humidity can affect the
analytical weights of a sample. Thus, biomass should be dried at higher temperatures to
eliminate errors due to humidity. It is also evident that at lower temperatures, relative
humidity can affect the analytical weights of a sample during drying. High-temperature
drying can affect biomass water uptake prior to NIR and other analyses. These analyses
were performed on non-pretreated biomass and may not be applicable for these
applications.

Acknowledgments We thank Grant 4-D Farms and Iron Horse Farms, Inc for supplying the wheat straw
and corn stover used in this research. We appreciate the efforts of Dr. Yoon Y. Lee from Auburn University
who performed the compositional analysis of the wheat straw samples. We would also like to acknowledge
the assistance of Dr. Gary Gresham at the INL for his assistance in this research. This work is supported by
the US Department of Energy, Assistant Secretary for Energy Efficiency and Renewable Energy (EE) under
DOE Idaho Operations Office Contract DE-ACQ07-05ID14517.

References

1. Saha, B. C., Iten, L. B., Cotta, M. A, & Wu, Y. V. (2005). Process Biochemistry, 40, 3693-3700.
doi:10.1016/j.procbio.2005.04.006.

2. Banowetz, G. M., Boatang, A., Steiner, J. J., Griffith, S. M., Sethi, V., & El-Nashaar, H. (2008). Biomass
and Bioenergy, 32, 629-634. doi:10.1016/j.biombioe.2007.12.014.

3. Hames, B., Ruiz, R. Scarlata, C., Sluiter, A., Sluiter J., & Templeton, D. (2005). Technical Report,
National Renewable Laboratory, NREL/TP-510-42620.

4. Sluiter, A., Hames, B., Ruiz, R., Scarlata, C., Sluiter J., Templeton, D., et al. (2008). Technical Report,
National Renewable Laboratory, NREL/TP-510-42618.

5. Pitard, F. F. (1989) Pierre Gys sampling theory & sampling practice, vol. 2. Boca Raton, FL: CRC.

6. Sluiter, A., Hames, B., Hyman, D., Payne, C., Ruiz, R., Scarlata, C., et al. (2008). Technical Report,
National Renewable Laboratory, NREL/TP-510-42621.

7. Sluiter, A., Ruiz, R., Scarleta, C., & Templeton, D. (2005). Technical Report, National Renewable
Laboratory, NREL/TP-510-42619.

8. Saeman, J. F., Bubl, J. L., & Harris, E. E. (1945). Industrial & Engineering Chemistry, 17, 35-37.

9. Ott, L. Y., & Longnecker, M. (2001). Statistical methods and data analysis (5th ed.). Pacific Grove, CA:
Duxbury.




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Preserve
  /UCRandBGInfo /Preserve
  /UsePrologue true
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 200
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 200
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 300
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
>> setdistillerparams
<<
  /HWResolution [1200 1200]
  /PageSize [612.000 792.000]
>> setpagedevice


