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Understanding the responses of fluorescence spectral characteristics of cave drip waters to modern 
environment and climate changes is key to the reconstructions of environmental and climatic changes 
using fluorescence spectral characteristics of speleothems. The fluorescence spectral characteristics 
of dissolved organic carbon (DOC) in four active cave systems were analyzed with a three-dimensional 
(3D) fluorescence spectral analysis method. We found that the fluorescence types of DOC were mainly 
of fulvic-like and protein-like fluorescences, both in soil waters and cave drip waters. The intensity of 
fulvic-like fluorescence was positively correlated with the concentrations of DOC, suggesting that the 
DOC of cave drip waters was derived from the overlying soil layer of a cave system. Compared with the 
other cave systems, the variation range of the excitation and emission wavelengths for fulvic-like 
fluorescence of cave drip waters in Liangfeng cave system that had forest vegetation was smaller and 
the excitation wavelength was longer, while its fluorescence intensity varied significantly. By contrast, 
the excitation and emission wavelengths and fluorescence intensity for that in Jiangjun cave system 
that had a scrub and tussock vegetation showed the most significant variation, while its excitation 
wavelength was shorter. This implies that the variation of vegetation overlying a cave appears to be a 
factor affecting the fluorescence spectral characteristics of cave drip waters. 

cave drip water, three-dimensional fluorescence spectral characteristics, fulvic-like fluorescence, vegetation type, soil layer type 

It is necessary to understand how the fluorescence spec- 
tral characteristics of microlayers of speleothems in cave 
systems respond to modern environment and climate 
changes, if we want to use these as proxy indicators in 
reconstructing of paleoenvironmental and paleoclimatic 
changes[1―3]. Paleoclimatic researchers paid attention to 
the fluorescence spectral characteristics of speleothems, 
because the ages of speleothems could be precisely de-
termined by uranium series mass spectrometry dating 
method[4―7]. Shopov et al. found that the fluorescence 
intensity (FI) of speleothems had oscillations at time-  

scales ranging from days to tens of thousand years, sug- 
gesting that the FI was controlled by climate factors[8]. 
And Bakers et al. found that the fluorescence excitation 
and emission wavelengths were correlated with the hu- 
mification degree of soils and annual average precipita- 
tion[2]. Recent studies demonstrated that FI was corre- 
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lated with climate changes at annual timescale[9]. How-
ever, FI was affected by many factors, leading to the 
different responses of fluorescence variation to surface 
environment changes at different sampling sites even 
within a cave system[10―13]. Moreover, the main compo-
nent of organic matters in speleothems was found to be 
fulvic acids (FA)[14]; the concentrations of organic mat-
ters in speleothems with a darker color were higher than 
that of a lighter one, but the former had a lower FI due 
to their self-absorption in fluorescence[15]; the changes 
of fluorescent wavelength in speleothems could reflect a 
long timescale (in decades or centennial timescale) 
variation of new or old carbon components[16]. Therefore 
it is necessary to calibrate the fluorescence signals when 
interpreting paleoenvironmental and paleoclimatic 
changes by fluorescence spectra of speleothems. Some 
researches in reconstruction of paleoenvironmental and 
paleoclimatic changes by using fluorescence spectra of 
speleothems had been carried out in China, but still re- 
main as an outstanding issue, especially in the researches 
of responses of dissolved organic carbon (DOC) fluores- 
cence spectra to environment and climate changes in 
active karst cave systems[17―20]. In this paper, we present 
the results of the responses of DOC fluorescence spectra 
to environment change in four active karst cave systems 
located in Guizhou Province, southwest China, aiming 
to providing information on fluorescence spectra in in- 
terpreting paleoenvironmental and paleoclimatic 
changes encoded in speleothems.  

1  Study areas and methods 
1.1  Study areas 

The following four cave systems located in Guizhou 
Province of the Pearl River watershed were chosen, 
namely, Liangfeng cave (LFC) in Dongtang district of 
Libo County, Qixing cave (QXC) in Kaikou district of 
Dunyun City, Jiangjun cave (JJC) in Qiyanqiao district 
of Anshun City and Xiniu cave (XNC) in Chengguan 
district of Zhenning County. Basic information of them 
is listed in Table 1, and sample numbers were the same 
as in ref. [21]. 

1.2  Methods 

The methods of sampling and filtrating are referred to 
refs. [21, 22]. Hitachi F-4500 fluorescence spectrometer 
was used to measure the 3D fluorescence spectra, using 
the following specific settings: 150W xenon arc lamp as 
a excitation source; photomultiplier tube voltage set at 
700 V; the excitation wavelengths scanned from 240 to 
400 nm at 5 nm steps, and emission wavelengths 
scanned from 250 to 550 nm at 10 nm steps; response 
time set at a automatic way; scanning speed for 1200 
nm/min; the calibration of the apparatus set at a auto-
matic way. Fluorescence samples were sent into 1 cm 
quartz cuvette, and maintained at a constant temperature 
(20 ± 1℃) before measuring. The 3D fluorescence spec-
tra data were plotted by SigmaPlot software[23]. The re-
peated measurement deviation of FI was less than 5%. 
The measurement method of DOC is referred to ref. 
[22]. 

 
Table 1   Basic information of the four cave systems 

Cave Liangfeng cave Qixing cave Jiangjun cave Xiniu cave 
Location 108˚02΄29˝E 

25˚16΄21˝N 
107˚16΄09˝E 
25˚59΄47˝N 

106˚03΄54˝E 
26˚17΄03˝N 

105˚46΄35˝E 
26˚03΄27˝N 

Entrance elevation (m a.s.l.) 620 1020 1360 1300 

Type of rock carboniferous biogenic 
limestone 

carboniferous limestone 
and dolomitic-limestone 

triassic dolomite triassic dolomite 

Type of vegetation primary karst forest brushwood scrub and tussock shorn and tussock 

Continuity of Soil cover discontinuity better continuity discontinuity discontinuity 

Type of Landform peak cluster-shallow  
depression 

peak cluster-shallow  
depression 

peak forest- valleys karst hills-valley 

Thickness of cave roof (m) 80―140 50―90 50―60 20―60 

Mean annual temperature (℃) 15.3 15.9 14―16 14.4―19.7 

Range for temperature change 
in cave (℃) 

14.5―16 10.5―15 12.5―15 15―17 

Mean annual rainfall (mm) 1752 1445 1360 1200 
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2  Results 

The peak wavelengths of FI of the DOC for the four 
cave systems could be divided into four fluorescence 
centres (shown in Figure 1) on the basis of current re- 
searches on 3D fluorescence spectra of natural organic 
carbon[12,23].  

(i) The first excitation-emission wavelength pairs at 
345―360/436―476 nm, and they present in both cave 
drip waters and soil waters from four cave systems. The 
variation ranges for four cave systems are, 345―360/ 
436―476 nm for LFC, 345―360/458―476 nm for 
QXC and 350―355/460―476 nm for JJC, respectively. 
The variation ranges of excitation wavelength for LFC 
and QXC are wider than that for JJC, while the variation 
ranges of emission wavelength for LFC are wider than 
that for QXC and JJC. However, the excitation-emission 
wavelength pairs of drip waters from XNC only oc- 
curred at a monitoring site in June 2003, as 355/444 nm. 
The excitation–emission wavelength pairs of the four 
cave systems may be attributed to humic acid (HA) 
fluorescence by comparing with the previous studies, 
though there is no obvious peak center. Moreover, 
maximum peaks of FI occurred in both drip waters and 
soil waters within these distribution ranges of the wave- 
length pairs, though not in all samples. According to 
their 3D fluorescence spectra, they probably are a tail in 
the fluorescence peaks of FA with a low molecular 
weight extending to longer excitation and emission 
wavelengths[12]. Therefore this excitation-emission pairs 

could be attributed to fulvic-like fluorescence. 
(ii) The second excitation–emission wavelength pairs 

at 285―340/380―458 nm. The variation ranges of ex-
citation wavelengths for the four cave systems are simi-
lar: 290―340 nm for LFC and 285―340 nm for three 
others. As to emission wavelength, the variation ranges 
are different (Figure 1): 392―454 nm for LFC, 380―
458 nm for QXC, 400―442 nm for JJC and 396―444 
nm for XNC, respectively; and the most significant 
variation occurs at QXC which amounts to 78 nm. This 
excitation-emission wavelength pairs present in both 
cave drip water and soil water samples, and the excita-
tion and emission wavelengths for LFC exhibit a red 
shift trend, while it trends to be evenly distributed for 
JJC. Compared with the previous research results[12], this 
pairs would be attributed to be fulvic-like fluorescence.  

(iii) The third excitation and emission wavelength 
pairs at 260―285/328―384 nm, and they present in all 
the four cave systems. The variation of excitation wave-
length for JJC ranges from 260 nm to 285 nm, while it is 
from 265 nm to 285 nm for the three others. The varia-
tions range of emission wavelength for the four cave 
systems are similar, in detail, 330―364 nm for LFC, 
328―380 nm for QXC, 330―380 nm for JJC and 
330―370 nm for XNC, respectively. Thereby this pairs 
would be attributed to protein-like fluorescence. 

(iv) The last excitation and emission wavelength pairs 
at 240―280/290―448 nm. The excitation and 

 

 
Figure 1  Types of fluorescence spectra of the four cave systems. 
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emission wavelengths vary at a wide range in this 
wavelength pairs, and the fluorescence peak of QXC 
occurs at a longer wavelength when compared with the 
three others. The FI maxima of this pairs are the most 
significant one among these four excitation-emission 
wavelength pairs. As shown in Figure 1, we still could 
be able to divide this pairs into four fluorescence peak 
regions as follows: ①240―245/290―304 nm; ②
240―255/336―360 nm; ③240―245/374―440 nm; 
④265―280/382―448 nm, only a few samples with 
maximum FI occur at this wavelength pairs, and fluo- 
rescence peaks for some samples are not clear due to 
effect by Raman scattering of waters. According to the 
previous studies by Zepp et al.[24] on ocean organic mat- 
ter and results of others[25,26], we could categorize ① and 
② as protein-like fluorescence, which namely are tyro- 
sine-like and tryptophan-like fluorescence respectively, 
and ③ and ④ as humic-like fluorescence. Although 
Researches by Baker et al. found that a range of emis- 
sion wavelengths excited by a fixed excitation wave- 
length at 225―245 nm suggested the presence of a rela- 
tively simple, single fluoro-phore group such as a pro- 
tein[12]; Coble et al. also reported the presence of a peak 
at 250 nm[27], hence study on the peak of 240―280/ 
290― 448 nm excitation-emission pairs is yet not 
enough. The peak wavelength of this pairs is deformed 
for it is close to that of Raman scattering of waters, 
meanwhile, as a fluorescence material at high energy 
level, the variation of characteristics of organic molecule 
is still unclear. Hence further research into this peak of 
fluorescence spectra is still needed.  

3  Discussion   
3.1  Relationship between fulvic-like FI and DOC 

Aforementioned analysis demonstrated that the main 
fluorescence peaks are fulvic-like and protein-like fluo- 
rescences, hence we chose fulvic-like fluorescence in 
cave systems to study the correlation between FI and 
DOC. It is found that as for both soil waters and cave 
drip waters, there was a good linear relationship between 
FI and DOC (statistically significant at a 90% confi- 
dence level, see Figure 2), and the correlation coefficient 
for XNC even reaches to 0.99, least for JJC at 0.6. This 
implied that the main fluorescence matter in cave sys- 
tems was DOC, and DOC in cave drip waters was de- 
rived from that of waters in the overlying soil layer. 
Moreover, there were different functional groups in or- 
ganic matter that produced fluorescence, and the differ- 
ence of these functional groups would affect the inten- 
sity of fluorescence, thus causing the DOC with the 
same concentrations would produce fluorescences with 
dif- ferent intensity.  

3.2  The responses of fulvic-like fluorescence to 
vegetation types  

From Table 2, we found that the excitation and emission 
wavelengths of cave drip waters in LFC with an overly- 
ing forest varied insignificantly, and its excitation wave- 
length was longer than that of drip waters in the other 
three caves. The variation of excitation wavelength 
would reflect the change in the rate of soil humification, 
and the humification rate of organic matter in cave drip 
waters in LFC was higher than that of the three others; 
then significant variation of FI in LFC maybe illustrates 

 

 
Figure 2  The correlation of DOC concentrations and the FI of FA fluorescence for the four cave systems. 



 

888 XIE XingNeng et al. Chinese Science Bulletin | March 2008 | vol. 53 | no. 6 | 884-889 

Table 2  The variations of the excitation and emission wavelengths and FI of cave drip waters 

Cave Excitation wavelength 
(nm) 

Standard deviation 
(nm) 

Emission wavelength 
(nm) 

Standard deviation 
(nm) 

FI 
(units) 

Standard deviation
(units) 

LFC 319.8 8.4 419.2 8.0 47.24 18.84 
QXC 314.0 12.6 419.6 9.5 28.89 8.95 
JJC 308.5 13.9 421.3 11.4 32.76 20.29 
XNC 314.9 12.2 416.0 11.3 36.70 16.64 

 
the seasonal changes of the concentrations of FA. By 
contrast, JJC with an overlying of scrub and tussock 
showed the most significant variation both for the exci- 
tation and emission wavelengths and FI, while shorter in 
excitation wavelength, thus reflecting the joining of 
fluorescence matter with a low humification rate into 
cave drip waters; and the variation of FI could also re- 
flect the change of FA in concentrations. Moreover, the 
variations of excitation and emission wavelengths of 
cave drip waters of XNC and QXC were in the middle 
of the above two cave systems, thus demonstrating the 
variations of excitation and emission wavelengths and FI 
could reflect the differences of overlying vegetations at 
the four cave systems. There were sparse distributions of 
overlying soil layers for LFC, JJC and XNC, then some 
soil organic carbon at different humification ratio would 
transport into cave systems via waters, hence probably 
caused significant variations of FI. As for QXC, there 
was a continuously distributed overlying soil layer and 
would provide a stable source of organic materials for 
cave drip waters, then the variation of FI was insignifi- 
cant, and that was affected less by the change of season; 
therefore the different type of overlying soil layer could 
affect the variation of FI. These results agree with those 
of Baker and Genty [12], which were carried out in four 
cave systems with different vegetation and soil layer 
types in Britain and France. Hence, the types of vegeta- 
tion and soil layer under paleoenvironmental and paleo- 
climate conditions could be deduced from the fluores- 
cence of speleothems in karst cave systems. 

4  Conclusions 

The main types of DOC fluorescence of soil waters in 
overlying soil layer and drip waters in cave systems are 
fulvic-like and protein-like fluorescences, secondary 
types are the combination fluorescence of fulvic-like and 
protein-like fluorescences, and the tail of fulvic-like 
fluorescence.  

For the four cave systems, the main fluorescence 
matter is DOC, and both fulvic-like and DOC in cave 
drip waters are derived from that of overlying soil layer. 

The excitation and emission wavelengths of fulvic- 
like fluorescence for LFC with a overlying forest varies 
insignificantly, and its excitation wavelength is longer 
than that of the three other cave systems, and the FI var- 
ies significantly; on the contrary, the excitation and 
emission wavelengths of fulvic-like fluorescence and FI 
for JJC with a overlying scrub and tussock show a 
maximum variation, while its excitation wavelength is 
shorter. Hence the variations of FI and wavelengths 
could reflect the changes of overlying vegetation. 

Recent researches reveal that the fluorescence char-
acteristics are affected by many factors, and there are 
many uncertain factors as to how these characteristics 
response to environment changes. Further studies are 
still needed to fully understand the responses of DOC 
fluorescence to environment changes in cave systems.  
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Maolan National Nature Reserve for field work assistance.  

 
1 Baker A, Barnes W L, Smart P L. Speleothem luminescence intensity 

and spectral characteristics: Signal calibration and a record of palae-
ovegetation change. Chem Geol, 1996, 130(1-2): 65―76 

2 Baker A, Genty D, Smart P L. High-resolution records of soil humi-
fication and palaeoclimate from variations in speleothem lumines-
cence excitation and emission wavelengths. Geology, 1998, 26(10): 
903―906 

3 Baker A, Proctor C J, Barnes W L. Variations in stalagmite lumines-
cence laminae structure at Poole's Cavern, England, AD 1910―1996: 

calibration of a palaeoprecipitation proxy. Holocene, 1999, 9(6): 
683―688 

4 Baker A, Smart P L, Edwards R L, et al. Annual growth banding in a 
cave stalagmite. Nature, 1993, 364(6437): 518―520 

5 Dorale J A, Edwards R L, Ito E, et al, Climate and vegetation history 
of the mid-continent from 75 to 25 ka: A speleothem record from 
Crevice cave, Missouri, USA. Science, 1998, 282(5395): 1871―1874 

6 Fleitmann D, Burns S J, Mudelsee M. Holocene forcing of the Indian 
monsoon recorded in a stalagmite D from southern Oman. Science, 



 

 XIE XingNeng et al. Chinese Science Bulletin | March 2008 | vol. 53 | no. 6 | 884-889 889 

A
R

TI
C

LE
S 

  
  

  
  

 
G

E
O

C
H

E
M

IS
TR

Y
 

2003, 300(5626): 1737―1739 
7 Yuan D X, Cheng H, Edwards R L, et al. Timing, duration, and tran-

sitions of the last interglacial Asian monsoon. Science, 2004, 
304(5670): 575―578  

8 Shopov Y Y, Ford D C, Schwarcz H P, Luminescent microbanding in 
speleothems: high-resolution chronology and palaeoclimate. Geology, 
1994, 22(5): 407―410 

9 Tan M, Qin X G, Liu T S. Interannual, decadal and century scale cli-
matic changes revealed by stalagmite records. Sci China Ser D-Earth 
Sci, 1998, 41(4): 416―421 

10 Baker A, Barnes W L. Comparison of the luminescence properties of 
waters depositing flowstone and stalagmites at Lower Cave, Bristol. 
Hydrol Process, 1998, 12(9): 1447―1459 

11 Toth V A. Spatial and temporal variations in the dissolved organic 
carbon concentrations in the vadose karst waters of Marengo Cave, 
Indiana. J Cave Karst Stud, 1998, 60(3): 167―171 

12 Baker A, Genty D. Fluorescence wavelength and intensity variations 
of cave waters. J Hydrol, 1999, 217(1-2): 19―34 

13 Cruz Jr. F W, Karmann I, Magdaleno G B, et al. Influence of hydro-
logical and climatic parameters on spatial-temporal variability of 
fluorescence intensity and DOC of karst percolation waters in the 
Santana Cave System, Southeastern Brazil. J Hydrol, 2005, 302(1-4): 
1―12 

14 Ramseyer K, Miao T M, Dorazio V, et al. Nature and origin of or-
ganic-matter in carbonates from speleothems, marine cements and 
coral skeletons. Org Geochem, 1997, 26(5-6): 361―378 

15 van Beynen P, Bourbonniere R, Ford D, et al. Causes of colour and 
fluorescence in speleothems. Chem Geol, 2001, 175(3-4): 319―341 

16 McGarry S F, Baker A. Organic acid fluorescence: applications to 
speleothem palaeoenvironmental reconstruction. Quat Sci Rev, 2000, 
19(11): 1087―1101 

17 Tooth A F, Fairchild I J. Soil and karst aquifer hydrological controls on 
the geochemical evolution of speleothem-forming drip waters, Crag 
Cave, southwest Ireland. J Hydrol, 2003, 273(1-4): 51―68 

18 Cao J H, Pan G X, Yuan D X, et al. Seasonal changes of dissolved 
organic carbon in soil its environmental implication in karst area. ：

Ecol Environ (in Chinese), 2005, 14(2): 224―229 
19 Qin X G, Liu T S, Tan M, et al. Grey characteristics of microbanding 

of stalagmite in Shihua Cave, Beijing and its climatic signification 
(1)——the study of the microstructure of microbanding. Sci China Ser 
D-Earth Sci, 1998, 41(2): 151―157 

20 Qin X G, Tan M, Liu T S, et al. Characteristics of annual laminae gray 
level variations in a stalagmite from Shihua Cave, Beijing and its 
climatic significance ( ). Ⅱ Sci China Ser D-Earth Sci, 2000, 43(5): 
521―533 

21 Zhou Y C, Wang S J, Xie X N, et al. Significance and dynamics of drip 
water responding to rainfall in four caves of Guizhou, China. Chin Sci 
Bull, 2005, 50(2): 154―161 

22 Xie X N. The spatiotemporal variability of DOC in Guizhou cave 
systems and its environmental influence. Dissertation for the Doctoral 
Degree. Guiyang: Institute of Geochemistry, Chinese Academy of 
Sciences (in Chinese), 2006. 34―38 

23 Fu P Q, Liu C Q, Yin Z Y, et al. Characterization of humic acid by 
three-dimensional excitation emission matrix fluorescence spectros-
copy. Geochemica (in Chinese), 2004, 33(3): 301―308 

24 Zepp R G, Sheldon W M, Moran M A. Dissolved organic fluorophores 
in southeastern US coastal waters: correction method for eliminating 
Rayleigh and Raman scattering peaks in excitation–emission matrices. 
Mar Chem, 2004, 89(1-4): 15―36 

25 Coble P G. Characterization of marine and terrestrial DOM in sea-
water using excitation-emission matrix spectroscopy. Mar Chem, 
1996, 51(4): 325―346 

26 Yamashita Y, Tanoue E. Chemical characterization of protein-like 
fluorescences in DOM in relation to aromatic amino acids. Mar Chem, 
2003, 82(3-4): 255―271 

27 Coble P G, Del Castillo C E, Avril B. Distribution and optical proper-
ties of CDOM in the Arabian Sea during the 1995 Southwest Mon-
soon. Deep-Sea Res , 1998, 45(10Ⅱ -11): 2195―2223 

 


